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Description 

FIELD OF THE INVENTION 

5 The present invention relates to novel olefin polymerization catalysts, transition metal compounds and processes 
for lefin polymerization using the olefin polymerization catalysts. 

The present invention also relates to a-olef in/conj ugated diene copolymers which have narrow molecular weight 
distribution and are favorably used as rubbers. 

10 BACKGROUND OF THE INVENTION 

As olefin polymerization catalysts, "Kamirtsky catalysts" are well known. The Kaminsky catalysts have extremely 
high polymerization activities, and by the use of them, polymers of narrow molecular weight distrfcution can be 
obtained. Transition metal compounds which are known as those employable for the Kaminsky catalysts are, for exam- 
15 pie, bis(cydopentadienyl)zirconium dtchloride (see: Japanese Patent Laid-Open Publication No. 19309/1083) and eth- 
ylenebis(4,5,6,74etrahydroindeny0zirconium dichJoride (see: Japanese Patent Laid-Open Publication No. 
130314/1086). It is also known that the olefin polymerization activities or the properties of the resulting polyolefins 
greatly vary when different transition metal compounds are used in the polymerization. Further, transition metal com- 
pounds having a ligand of diimine structure have been recently proposed as novel olefin polymerization catalysts (see: 
20 International Patent Publication No. 9623010). 

By the way, polyolefins generally have excellent mechanical properties, and therefore they are used in many fields 
such as fields of various molded products. However, with variation of requirements for the polyolefins, polyolefins of var- 
ious properties have been desired in recent years. Moreover, increase of productivity has been also desired. 

Under such circumstances as mentioned above, there has been desired development of olefin polymerisation cat- 
25 alysts having excellent olefin polymerization activities and capable of producing polyolefins of excellent properties. 

It is well known that copolymerization of several kinds of a-olef ins and non-conjugated dienes proceeds when Zie- 
gler-Natta polymerization catalysts are used. Since the copolymers thus obtained are useful as rubbers, copolymers of 
various types have been produced. However, the non-conjugated dienes used in the copolymerization are generally 
expensive and have low reactivity. Therefore, diene components which are inexpensive and have high reactivity are 
30 desired. 

Examples of such diene components include conjugated dienes such as 1 ,3-butadiene and isoprene. Though 
these conjugated denes are more inexpensive and have higher reactivity as compared with the conventional non-con- 
jugated dienes, they have problem such that the activities are markedly lowered or only ununiform copolymers of wide 
composition distribution or wide molecular weight distribution are obtained if the copolymerization is conducted by the 

35 use of the conventional Ziegler-Natta polymerization catalysts. In case of a Ziegler-Natta catalyst system using a vana- 
dium compound, the polymerization activities are extremely low, though relatively uniform copolymers are obtainable. 
In the arcumstances, copolyiTierization of ethylene and butadiene using rnetallocene catalysts which have been studied 
extensively and thus known to exhfrit high polymerization activities has been investigated (National Publication of Inter- 
national Patent No. 501633/1989). 

40 In the above case, however, it has been reported that from the diene unit and ethylene incorporated into the polyme 
form together cyclopentane skeleton in the polymer chain, and that the proportion of the cydoperttane skeleton 
becomes not less than 50 % of all the diene units. The conversion of double bonds of the diene unit into the cyclopen- 
tane skeleton is very disadvantageous in the procedure of "vulcanization" required to use the copolymers as rubbers. 
Further, the cyclopentane skeleton is an unfavorable skeleton because rt functions to increase glass transition temper- 

45 ature of the copolymers and is detrimental to the low-temperature properties of the rubbers. 

Under these arcumstances, as mentioned above, there has been eagerly desired development of copolymers of 
a-olefins and conjugated dienes, which have narrow molecular weight distribution and uniform composition and contain 
almost no cyclopentane skeleton in their polymer chains. 

50 OBJECT OF THE INVENTION 

It is an object of the present invention to provide an olefin polymerization catalyst having excellent olefin polymeri- 
zation activities. 

ft is another object of the invention to provide a novel transition metal compound useful for such catalyst. 
55 It is a further object of the invention to provide a process for olefin polymerization using the catalyst 

It is a still further object of the invention to provide an a-olef in/conjugated diene copolymer having a narrow molec- 
ular weight (fistrftxition and containing almost no cyctopentan skeleton in its polymer chain. 
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SUMMARY OF THE INVENTION 

The first olefin polymerization catalyst according to th present invention comprises: 

(A) a transition metal compound represented by th following formula (I), and 

(B) at least ne compound selected from: 

(B-1) an organometallic compound, 

(B-2) an organoaluminum oxy^compound, and 

(B-3) a compound which reacts with the transition metal compound (A) to form an ion pair: 



wherein Mis a transition metal atom of Group 3 to Group 1 1 of the periodic table, 
m is an integer of 1 to 6, 

R 1 to R 6 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocarbon 
group, a heterocyclic compound residue, an oxygen-containing group, a nitrogen-containing group, a 
boron-containing group, a sulfur-containing group, a phosphorus-containing group, a silicon-containing 
group, a germantuiTHXXTtaining group or a tin-containing group, and two or more of them may be bonded 
to each other to form a ring, 

when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that 
the groups R 1 are not bonded to each other, 
n is a number satisfying a valence of M, and 

X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sutfur- 
corttaining g/oup, a nrtrogen-containing group, a boron-containing group an alumiruim-corrtaining 
c/oup, a phosphorus-containing group a halogen-containing group, a heterocyclic compound residue, 
a sificon-containing group a germanium-containing group or a tin-containing group, and when n is 2 
or greater, plural groups X may be the same or different and may be bonded to each other to form a 
ring. 



In the present invention, R 6 in the formula (I) is preferably a halogen atom, a hydrocarbon group, a heterocyclic 
compound residue, an oxygen-containing group, a nitrogen-containing group, a boron-containing group, a sulfur-con- 
taining group a phosphonjs-containing group, a silicon-containing group, a germanium-containing group or a tin-con- 
taining group. 

In the present invention, the transition metal compound represented by the formula (I) is preferably a transition 
metal compound represented by the following formula (l-a): 





(i) 
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(I-a) 



15 



wherein M is a transition metal atom of Group 3 to Qroup 11 of the periodic table, 
m is an integer of 1 to 3, 

20 R 1 to R 6 may be the same or different and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocyclic compound residue, a hydrocarbon-substituted silyl group, a hydrocarbon-substituted siloxy group, an 
alkoxy group, an alkytthb group, an aryloxy group, an arytthio group, an acyl group, an ester group, a thioester 
group, an amido group, an irrtido group, an amino group, an imino group, a sutfonester group, a sutfonamido group, 
a cyano group, a nrtro group, a carboxyl group, a sulfo group, a mercapto group or a hydroxy) group, and two or 

25 more of them may be bonded to each other to form a ring, 

when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 
groups R 1 are not bonded to each other, 
n is a number satisfying a valence of M, and 
30 X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing 

group, a nitrogen-containing group, a boron-containing group, an aluminun^containing group, a phosphorus- 
containing group, a halogen-containing group, a heterocyclic compound residue, a silicon-containing group, a 
germanium-containing group or a tin-containing group, and when n is 2 or greater, plural groups X may be the 
same or different and may be bonded to each other to form a ring. 

35 

In the above formula (l-a), R 6 is preferably a halogen atom, a hydrocarbon group, a heterocyclic compound residue, 
a hydrocartx)n-substituted silyl group, a hydrocarbon-substituted siloxy group, an alkoxy group, an alkytthk) group, an 
aryloxy group, a arytthio group, an acyl group; an ester group, a thioester group, an amido group, an imido group, an 
amino group, an imino group, a sutfonester group, a suHonamido group, a cyano group, a nrtro group, a carboxyl group, 
ao a sutfo group, a mercapto group or a hydroxy! group. 

Further, the transition metal compound represented by the formula (I) is preferably a transition metal compound 
represented by the following formula (l-a-1): 




<I-a-l> 
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wherein M is a transition metal atom of Group 3 to Group 1 1 of the periodic table, 
m is an integer of 1 to 3, 

R 1 to R 6 may be the same or different and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocyclic compound residue, a hydrocarbon-substituted silyl group, a hydrocarbon-substituted siloxy group, an 
5 alkoxy group, an alkyHhio group, an arykxcy group, an arytthio group, an acyl group, an est r group, a thioester 
group, an amido group, an imido group, an amino group, an imino group, a surfonester group, a suffonamido group, 
a cyano group, a nrtro group or a hydroxyl group, and two or more of them may be bonded to each other to form a 
ring, 

10 when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 

groups R 1 are not bonded to each other, 
n is a member satisfying a valence of M, and 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a haJogenated hydrocar- 
bon group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group or a silicon-contain- 
15 ing group, and when n is 2 or g/eater, plural groups X may be the same or different and may be bonded to each 

other to form a ring. 

In the formula (l-a-1), R 6 is preferably a halogen atom, a hydrocarbon group, a heterocyclic compound residue, a 
hydrocarbon-substituted silyl group, a hydrocarbon-substituted siloxy group, an alkoxy group, an alkyrthio group, an ary- 
20 laxy group, an arytthio group, an acyl group, an ester group, a thioester group, an amido group, an imido group, an 
amino group, an imino group, a suffonester group, a suffonamido group, a cyano group, a nrtro group or a hydroxyl 
group. 

In the present invention, further, the transition metal compound represented by the formula (I) is preferably a tran- 
sition metal compound represented by the following formula (l-b): 

25 




40 



wherein M is a transition metal atom of Group 3 to Group 1 1 of the periodic table, 
m is an integer of 1 to 6, 

45 R 1 to R 6 may be the same or different and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
hydrocarbon-substituted silyl group, an alkoxy group, an aryloxy group, an ester group, an amido group, an amino 
group, a sulfonamido group, a cyano group or a nrtro group, and two or more of them may be bonded to each other 
to form a ring, and 

so when m is 2 or g/eater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 

groups R 1 are not bonded to each other. 

In the formula (l-b), R 6 is preferably a halogen atom, a hydrocarbon group, a hydrocaibon-substrtuted silyl group, 
an alkoxy g/oup, an aryloxy group, an ester group, an amido group, an amino group, a sulfonamido group, a cyano 
55 group or a nrtro group 

ft is preferred that M in the transition metal compound (A) is at least one transition metal atom selected from Groups 
3 to 5 and Group 9 of the periorjc tabJa 

The first olefin polymerization catalyst according to the invention may further compris a carrier (C), in addition to 
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the transition metal compound (A) and at least one compound (B) selected from the organometallic compound (B-1), 
the organoaluminum oxy-compound (B-2) and the compound (B-3) which reacts with the transition metal compound (A) 
to form an ion pair. 

Th first process for olefin polymerization according to the present invention comprises polymerizing or copolymer- 
5 isingan lefin in the presence of the above-mentioned lef in polymerization catalyst. 

The second olefin polymerization catalyst according to the present invention comprises: 

(A*) a transition metal compound represented by the following formula (It), and 
(B) at least one compound selected from: 

10 

(B-1) an organometallic compound. 

(B-2) an organoaluminum oxy-compound, and 

(B-3) a compound which reacts with the transition metal compound (A*) to form an ion pair. 



20 




(ID 



wherein Mis a transition metal atom of Group 3 to Group 1 1 of the periodic table. 

30 R 1 to R 10 may be the same or different and are each a hydrogen atom, a halogen atom, a hydrocarbon 

group, a heterocyclic compound residue, an oxygen-containing group, a nitrogen-containing group, a 
boron-containing group, a sulfur-containing group, a phosphorus-containing group, a silicon-containing 
group, a germanium-containing group or a tin-containing group, and two or more of them may be bonded 
to each other to form a ring, 

35 n is a number satisfying a valence of M, 

X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-con- 
taining group, a nitrogen-containing cpoup, a boron-containing group, an alurrdrtum-containing group, a 
phosphorus-containing group, a halogen-containing group, a heterocyclic compound residue, a silicon- 
containing group, a germaniurn-containing group or a tin-containing group, and when n is 2 or greater, plu- 

40 ral youps X may be the same or different and may be bonded to each other to form a ring, and 

Y is a divalent bonding group containing at least one element selected from the group consisting of oxy- 
gen, sulfur, carbon, nitrogen, phosphorus, silicon, selenium, tin and boron, and when it is a hydrocarbon 
group the hydrocarbon group has 3 or more carbon atoms. 

45 In the above formula (II), at least one of R 6 and R 10 is preferably a halogen atom, a hydrocarbon group, a hetero- 
cyclic compound residue, an oxygen-containing group, a nitrogen-containing group, a boron-containing group, a sulfur- 
containing group, a phosphorus-containing group, a silicon-containing group, a germanium-containing group or a tin- 
containing group. 

The transition metal compound represented by the formula (II) is preferably a transition metal compound repre- 
so sented by the following formula (ll-a). 



55 
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15 

wherein Mis a transition metal atom of Group 3 to Group 1 1 of the periodic table, 

R 1 to R 10 may be the same or afferent, they are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
hycbrocarbon-substrtuted silyl group, an alkoxy group, an aryloxy group, an ester group, an amido group, an amino 
group, a suffonarrbdo group, a cyano group or a nitro group, and two or more ot them may be bonded to each other 
20 to form a ring, 

n is a number satisfying a valence of M, 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocarbon 
group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group or a silicon-containing group, 
and when n is 2 or greater, plural groups X may be the same or Afferent and may be bonded to each other to form 
25 a ring, and 

Y is a divalent bonding group containing at least one element selected from the group consisting of oxygen, sulfur, 
carbon, nitrogen, phosphorus, silicon, selenium, tin and boron, and when it is a hydrocarbon group, the hydrocar- 
bon group has 3 or more carbon atoms. 

30 In the above formula (ll-a), at least one of R 6 and R 1 0 is preferably a halogen atom, a hydrocarbon group, a hydro- 
carbon-substituted silyl group, an alkoxy group, an aryloxy group, an ester group, an amido group, an amino group, a 
suHbnamido group, a cyano group or a nitro group. 

ft is preferred that M in the transition metal compound (A*) is at least one transition metal atom from Groups 4 and 
5 of the periodic table. 

35 The second olefin polymerization catalyst accorcfing to the invention may further comprise a carrier (C), in addition 
t the transition metal compound (A*) and at least one compound (B) selected from the organometallic compound (B- 
1), theorganoaluminum oxy-compound (B-2) and the compound (B-3) which reacts with the transition metal compound 
(A 1 ) to form an ion pair. 

The second process for olefin polymerisation comprises polymerizing or copofymerizing an olefin in the presence 
40 of the above-mentioned olefin polymerization catalyst 

The novel transition metal compound according to the present invention is represented by the following formula (III): 




(III) 
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wherein M is a transition metal atom of Group 4 or Group 5 of the periodic table, 
m is an integer of 1 to 3, 

R 1 is a hydrocarbon group, a hydrocarbon-substituted silyt group, a hydrocaibor^substrtuted siloxy group, an aikoxy 
group, an alkytthio group, an aryloxy group, an arylthio group, an ester group, a thioester group, a suKonester group 
orariydroxyl&oup, 

R 2 to R 5 may be the same or different, and ar each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocyclic compound residue, a hydrocarbon-substituted silyl group, a hydrocarbon-substituted siloxy group, an 
aikoxy group, an alkytthio group, an aryloxy group, an arylthio group, an ester group, a thioester group, an amido 
group, an imido group, an amino group, an imino group, a sutfonester group, a suffbnamido group, a cyano group, 
a nitro group, a carboxyl group, a sulfo group; a mercapto group or a hydroxy! group, 

R 6 is a halogen atom, a hydrocarbon group, a hydrocarbon-substituted silyl group, a hydrocarbon-substituted siloxy 
group, an aikoxy group, an alkytthio group, an aryloxy group, an arylthio group, an ester group, a thioester group, 
an amido cyoup. an imido group; an imino group, a suftonester group, a sulfonamido group or a cyano group, 
two or more of R 1 to R 6 may be bonded to each other to form a ring, 

when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 
groups R 1 are not bonded to each other, 
n is a number satisfying a valence of M, and 

X is a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing group, a nitrogen- 
containing group, a boron-containing group, an aluminum-containing group, a phosphorus-containing group, a 
halogen-containing group; a heterocyclic compound residue, a silicon-containing group, a germanium-contain- 
ing group or a tin-containing group, and when n is 2 or greater, plural groups X may be the same or different 
and may be bonded to each other to form a ring. 

The above-mentioned transition metal compound is preferably a compound represented by the following formula 
(Hl-a): 




wherein M is a transition metal atom of Group 4 or Group 5 of the periodic table, 
m is an integer of 1 to 3, 

R 1 to R 5 may be the same or different, and are each a hydrocarbon group, an aikoxy group or a hydrocarbon-sub- 
stituted silyl group, 

R 6 is a halogen atom, a hydrocarbon group, a hydrocarbon-substituted silyl group, an aikoxy group, a alkytthio 
group or a cyano group, 

two or more of R 1 to R 6 may be bonded to each other to form a ring, 

when m is 2 or greater, two groups of the groups R 1 to R 6 may be bonded to each other, with the proviso that 
the groups R 1 are not bonded to each other, 
n is a number satisfying a valence of M t and 

X is a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing group, a nitrogen- 
containing group; a halogen-containing group or a silicon-containing group, and when n is 2 or greater, plural 
groups X may be the same or different and may be bonded to each other to form a ring. 
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In the formula (llki), m is preferably 2. 

The third olefin polymerization catalyst according to the present invention comprises: 

( A**) a novel transition metal compound as described above, and 
(B) at least one compound selected from: 

(B-1) an organometallic compound, 

(B-2) an organoaluminum oxy-compound, and 

(B-3) a compound which reacts with the transition metal compound (A) to form an ion pair. 

The third olefin polymerization catalyst according to the present invention may further comprise a carrier (C) in 
addition to the transition metal compound (A") and at least one compound (B) selected from the organometallic com- 
pound (B-1), the organoaluminum oxy-compound (B-2) and the compound (B-3) which reacts with the transition metal 
compound (A") to form an ion pair. 

The third process for olefin polymerization comprises polymerizing or copolymerizing an olefin in the presence of 
the above-mentioned olefin polymerization catalyst 

The a-olefnVconjugated diene copolymer according to the present invention is an oofefirVconjugated diene copol- 
ymer having a molecular weight distribution (Mw/Mn) of not more than 3.5, a content of constituent units derived from 
an a-olef in in the range of 1 to 99.9 % by mo! and a content of constituent units derived from a conjugated diene in the 
range of 99 to 0.1 % by mol, in which the polymer chain contains 1,2-cyclopentane skeleton derived from the conju- 
gated diene in an amount of not more than 1 % by mol, and preferably the polymer chain does not substantially contain 
the 1 ,2-cyclopentane skeleton. 

In the a-olefin/conjugated cfiene copolymer according to the invention, it is preferred that the content of the constit- 
uent units derived from the a-olef in is in the range of 50 to 99.9 % by mol and the content of the constituent units derived 
from the conjugated diene is in the range of 50 to 0.1 % by mol. 

In the a-olefin/conjugated diene copolymer according to the invention, it is preferred that the a-olef in is ethylene 
and/or propylene and the conjugated diene is butadiene and/or isoprene. 

BRIEF DESCRIPTION OF THE DRAWINGS 

Rg. 1 shows steps for preparing the first olefin polymerization catalyst according to the invention. 

Fig. 2 shows steps for preparing the second olefin polymerization catalyst according to the invention. 

Rg. 3 shows the structure of transition metal compound A-1 prepared in Synthesis Example 1 , which was deter- 
mined by X-ray structure analysis. 

Rg. 4 shows the structure of transition metal compound B-1 prepared in Synthesis Example 2, which was deter- 
mined by X-ray crystal structure analysis. 

DETAILED DESCRIPTION OF THE INVENTION 

The olefin polymerization catalyst of the present invention and the process for olefin polymerization using the cat- 
alyst are described in detail hereinafter. 

The meaning of the term '^polymerisation" used herein is not limited to Iwmopolymerization" but may comprehend 
"copoJyrnerization\ Also, the meaning of the term "polymer used herein is not limited to "honxxoolymer but may com- 
prehend "copolymer". 

First olefin pdvmerization catalyst 

The first olefin polymerization catalyst of the invention is formed from: 

(A) a transition metal compound represented by the below-descrtoed formula (I), and 

(B) at least one compound selected from: 

(B-1) an organometaDic compound, 

(B-2) an organoaluminum oxy-compound, and 

(B-3) a compound which reacts with the transition metal compound (A) to form an ion pair. 
First, the catalyst components for forming the olefin polymerization catalyst of the invention ar descrfeed. 
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(A) Transition metal compound 

The transition metal compound (A) for use in th invention is a compound represented by the following formula (I). 




In the formula (I), M is a transition metal atom of Group 3 to Group 11 of the periodic table (Group 3 includes lan- 
tanoids), preferably Groups 3 to 9 (Group 3 includes iarrtanokte), more preferably Group 3 to Group 5 and Group 9. and 
particularly preferably Groups 4 or 5. Specific Examples of transition metal atoms M include scandium, titanium, zirco- 
nium, hafnium, vanadium, niobium, tanthalum, cobalt rhodium, yttriumn, chromium, molybdenum, tungsten, man- 
gafese, rhenium, iron and ruthenium. Of these, preferred are scandium, titanium, zirconium, hafnium, vanadium, 
niobium, tanthalum, cobalt and rhodium; more preferred are titanium, zirconium, hafnium, vanadium, niobium, tantha- 
lum, cobalt and rhodium; and particularity prefereed are titanium, zirconium and hafnium. 

m is an integer of 1 to 6, preferably 1 to 4. 

R 1 to R 6 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocyclic compound residue, an oxygen-containing group, a nitrogen-containing group, a boron-containing group, a 
sulfur-containing group, a phosphorus-containing group, a silicon-containing group, a germanium-containing group or 
a tin-containing group, and two or more of them may be bonded to each other to form a ring, 

The halogen atom is fluorine, chlorine, bromine or iodine. 

Examples of the hydrocarbon groups include straight-chain or branched alkyl groups of 1 to 30, preferably 1 to 20 
carbon atoms, such as methyl, ethyl, n-propyi, isopropyl, n-butyl, isobutyl, sec-butyl, tert-butyl, neopentyl and n-hexyl; 

straight-chain or branched alkenyl groups of 2 to 30, preferably 2 to 20 carbon atoms, such as vinyl, allyl and iso- 
propenyl; 

straight-chain or branched alkynyl groups of 2 to 30, preferably 2 to 20 carbon atoms, such as ethynyf and propar- 

gyi; 

cyclic saturated hydrocarbon groups of 3 to 30, preferably 3 to 20 carbon atoms, such as cyctopropyl, cydobutyt, 
cydoperrtyt, cyclohexyl and adamantyl; 

cyclic unsaturated hydrocarbon groups of 5 to 30, preferably 5 to 20 carbon atoms, such as cyctopentadienyl, inde- 
nyl and f luorenyl; and 

aryl groups of 6 to 30, preferably 6 to 20 carbon atoms, such as phenyl, benzyl, naphthyl, biphenyl and terphenyl. 

The hydrocarbon groups may be substituted with halogen atoms and for such examples halogenated hydrocarbon 
groups of 1 to 30, preferably 1 to 20 carbon atoms, such as trifluoromethyl, pentafluorophenyl and cholophenyl may be 
mentioned. 

The hydrocarbon groups may also be substituted with other hydrocarbon groups and for such examples aryl -sub- 
stituted alkyl groups such as benzyl and cumyl may be mentioned. 

Further, the hydrocarbon groups may have heterocyclic compound residues; oxygen-containing groups such as 
alkoxy, aryl, ester, ether, acyl, carbcxyl, carbonato, hydroxy, peroxy and carboxylic acid anhydride groups; nitrogen-con- 
taining groups such as ammonium salts of amino, imino, amide, imide, hydrazino, hydrazono, nrtro, nrtroso, cyano, iso- 
cyano, cyanic acid ester, amidino and cfiazo groups; boron-containing groups such as borandiyl, borantriyt and 
dtooranyl groups; suHur-containing groups such as mercapto, thioester, dithioester, alkytthio, arytthio, thioacyf, 
thioether, thiocyanic acid ester, tsothiocyanic acid ester, suWon ester, sulfon amide, thiocarbQxyl, dithiocarboxyl, sulfo, 
sulfonyt, sulfinyl and suKenyl groups; phosphorus-containing groups such as phosphide phosphoryl, thiophosphoryl 
and phosphato groups; stficon-containing groups, germanium-containing groups; and tin-containing groups. 
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Of these, particularty preferable are straight-chain or branched alkyl groups of 1 to 30, preferably 1 to 20 carbon 
atoms, such as methyl, ethyl, n-propyl, rsopropyl, rvbutyl, isobutyl, sec-butyl, tert-butyl, neopentyi and n-hexyl; aryl 
groups of 6 to 30, preferably 6 to 20 carbon atoms, such as phenyl, naphthyl, biphenyl, terphenyl, phenanthryl and 
antracenyl; and these aryl groups which are substituted with 1 to 5 substrtuents such as alkyl or artoxy groups of 1 to 
30, preferably 1 to 20 carbon atoms, aryl or arytoxy groups of 6 to 30, preferably 6 to 20 carbon atoms. 

Examples of nitrogen-containing groups, boron-containing groups, sulfur-containing groups and phosphorus-con- 
taining groups are those exemplified abova 

Examples of the heterocyclic residues include those of nitrogen-containing compounds (e g., pyrrole, pyridine, pyri- 
rnidine, quincline and triazine), oxygen-containing compounds (e.g., furan and pyran) and sulfur-containing compounds 
(e.g., thiophene), and these heterocyclic residues, which are substituted with substrtuents such as alkyl or alkoxy 
groups of 1 to 20 carbon atoms. 

Examples of the silicon-containing groups include silyl, siloxy, rrydrocarbon-substrtuted silyl groups such as meth- 
ylsilyl, olmethylsilyl, trirnethyteflyl. ethytsflyl, diethytsityl, triethytsiiyl, diphenyimethylsilyl, triphenylsilyl, dimethyiphenyisi- 
lyl, cfimethyl-t-butyteilyl arxJdimetrryl(perrtaftuc<cphenyl)siryl, preferably methyteilyl, dimethylsilyt, trimethyisilyl, ethylsilyt, 
cfiethyteiryl, triethytsilyl and triphenylsilyl, particularly preferably trimethyisilyl, triethylsiryl, triphenylsilyl and dimethytphe- 
nyl silyl. and hycfrocartx)n-substituted siloxy groups such as trimethylsiloxy. 

The gerrraniurn-containing groups and the tin-containing groups include the above-mentioned silicon-containing 
groups in which silicon is replaced by germanium and tin, respectively. 

The more specific illustration on the above R 1 to R 6 is given below. 

Examples of the alkoxy groups include methoxy, ethoxy, n-propoxy, isopropoxy, n-butoxy, isobutoxy and tert-butoxy. 
Examples of the alkyfthio groups include rnethytthb and ethytthio. 

Examples of the arytoxy groups include phenoxy, 2,6-dimetriytphenoxy and 2,4,6-trimethylphenoxy. 
Examples of the arytthio groups include phenytthio, methytphenytthio and naphthyrthia 
Examples of the acyl groups include formyt, acyl, benzoyl, p-chlorobenzoyl and p-methaxybenzoyl. 
Examples of the ester groups include acetytoxy, benzoytoxy, methoxycarbonyt, phencocycarbonyl and p-chlorophe- 
noxycarbonyi. 

Examples of the thioester groups include acetyfthio, benzoyhhio. rnetrryftbiocarbonyl and phenyHhiocarbonyl. 
Examples of the amido groups include acetarrtido, N-methytacetamido and N-rnethytbenzamida 
Examples of the imido groups include acetimido and benzimido. 

Examples of the amino groups include cfirnetriylamino, ethylmethylamino and diphenylamino. 
Examples of the imino groups include methylimino, ethylimino, propylimino, butylimino and phenylimino. 
Examples of the sulfonester groups include methylsurfonato, ethylsuffonato and phenytsulfonato. 
Examples of the suttonamido groups include phenyfeulfonamido, N-methytsulfonamido and N-methyl-p-toluenesul- 
fonamido. 

R 6 is preferably a substrtuent other than hydrogen. That is, a hydrogen atom, a halogen atom, a hydrocarbon group, 
a heterocyclic compound residue, an oxygen-containing group, a nitrogen-containing group, a boron-containing group, 
a sulfur-containing group, a phosphorus-containing group, a silicon-containing group, a germanium-containing group or 
a tin-containing group, and two or rnore of them may be bonded to each other to form a ring. R 6 is particularly preferably 
a halogen atom, a hydrocarbon group, a heterocyclic compound residual group, a hydrocarbon-substituted silyl group, 
a hydrocarbon-substituted siloxy group, an alkoxy group, an alkyfthio group, an arytoxy group, an arytthio group, an acyl 
group, an ester group, a thioester group, an amido group, an imido group, an amino group, an imino group, a sulfonester 
group, a sulfonamido group, a cyano group, a nitro group or a hydroxy! group. 

Preferred examples of the hydrocarbon groups available as R 6 include straight-chain or branched alkyl groups of 1 
to 30, preferably 1 to 20 carbon atoms, such as methyl, ethyl, n-propyl, rsopropyl, n-butyl, isobutyl, sec-butyl, tert-butyl, 
neopentyi and n-hexyl; cyclic saturated hydrocarbon groups of 3 to 30. preferably 3 to 20 carbon atoms, such as cycto- 
prcpanyl, cydobutanyl, cycfopentanyl, cydohexyt and adamantyl; aryl groups of 6 to 30, preferably 6 to 20 carbon 
atoms, such as phenyl, benzyl, naphthyl, biphenyl and terphenyl; and these groups which are substituted with substrt- 
uents such as alkyl or alkoxy groups of 1 to 30, preferably 1 to 20 carbon atoms, halogenated alkyl groups of 1 to 30, 
preferably 1 to 20 carbon atoms, aryl or alkoxy groups of 6 to 30, preferably 6 to 20 carbon atoms, halogen, cyano, nitro 
andhydroxyl. 

Preferred examples of the hyaYocarbon-substituted silyl groups as R 6 include methylsilyl, dimethylsilyl, trimethyisi- 
lyl, ethytsilyl, cfiethyteilyt, triethylsByl, cfiphenylmethylsilyl, triphenylsilyl, dimetrrytphenytsilyl, dimethyl-t-butylsilyl and 
cfimethyt(pentaftuacphe^ Particularly preferable are mmethylsilyl, triphenytsilyl, diphenyimethylsilyl, tsophenyls- 
ilyl, dirriethytphenylsfly!, olrnethytt-butylsDyl and dirnethyI(pentaftuorop^ 

In the present invention, R 6 is a preferably selected from branched alkyl groups of 3 to 30, preferably 3 to 20 carbon 
atoms (ag., isopropyl, isobutyl, sec-butyl and tert-butyl neopentyi), these alkyl groups which are substituted with aryl 
groups of 6 to 30. preferably 6 to 20 carbon atoms ( .g., cumyl), and cyclic saturated hydrocarbon groups of 3 to 30, 
preferably 3 to 20 carbon atoms (ag., adamantyl, cyclopropyl, cyclobutyl. cycJopentyl and cyclohexyl). 
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Also, preferable R 6 is an aryl group of 6 to 30, preferably 6 to 20 carbon atoms (e.g., phenyl, naphthyl, fluorenyl, 
anthranyl or phenanthryl) or a hydrocarbon-substituted silyl group. 

Two or more off th groups R 1 to R 6 , preferably adjacent groups, may be bonded to each other to form an aliphatic 
ring, an aromatic ring or a hydrocarbon ring containing a hetero atom such as a nitrogen atom, and these rings may 
further have a substituent 

When m is 2 or greater, two of the groups R 1 to R 6 may be bonded t each other, with the proviso that the groups 
R 1 are not bonded to each other. R 1 s, F^s, F^s, R 4 s, R 5 s, or R 6 s may be the same as or different from each other. 

n is a number satisfying a valence of M, specifically an integer of 0 to 5, preferably 1 to 4, mroe preferably 1 to 3. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing 
group, a nitrogen-containing group, a boron-containing group, an aluminum-containing group, a phosphorus-containing 
group, a halogen-containing group, a heterocyclic compound residue, a silicon -containing group, a germanium-contain- 
ing group or a tin-containing group, and when n is 2 or greater, plural groups X may be the same or different and may 
be bonded to each other to form a ring. 

Examples of the halogen atom include fluorine, chlorine, bromine and iodine. 

Examples of the hydrocarbon groups include those exemplified for R 1 to R 6 . Specifically, there can be mentioned, 
but not limited to, alkyl groups, such as methyl, ethyl, propyl, butyl, hexyl, octyl, nonyl, dodecyl and eicosyl; cyctoalkyt 
groups of 3 to 30 carbon atoms, such as cycloperrtyf, cydohexyl, norbomyl and adamarrtyt; alkenyl groups, such as 
vinyl, propenyi and cyctohexenyl; arylalkyl groups, such as benzyl, phenylethyl and phenytpropyl; and aryl groups, such 
as phenyl, tolyl, dimethytphenyl, trimethytphenyl, ethytphenyl, propytphenyl, biphenyl, naphthyl, methyl naphthyl, anthryl 
and phenanthryl. 

These hydrocarbon groups include hakxjenated hydrocarbon groups, and more specifically at least one hydrogen 
of the hydrocarbon groups of 1 to 30 carbon atoms may be substituted with a halogen atom. 
Of these, preferable are those of 1 to 20 carbon atoms. 

Examples of the heterocyclic compound residues include those exemplified for R 1 to R 6 

Examples of the oxygen-containing groups include those exemplified for R 1 to R 6 . Specifically, there can be men- 
tioned, but not limited to, hydroxyl; aJkoxy groups, such as methoxy, ethoxy, propoxy and butoxy; aryloxy groups, such 
as phenaxy, methylphenoxy, dimethy^phenoxy and naphthoxy; arylalkoxy groups, such as phenylmethoxy and phe- 
nylethoxy; acetaxy groups; and carbonyl group. 

Examples of the sulfur-containing groups include those exemplified for R 1 to R 6 . Specifically, there can be men- 
tioned, but not limited to, sulfonate groups, such as methylsulfonato, trif luoromethanesuftonato, phenylsuffonato, ben- 
zylsuffonato, p-toluenesuHonato, trimetrtyfoenzenesutfonato, trnsobirrylbenzenesulfonato, p-chlorobenzenesuffonato 
and pentaf luoroberizenesuffonato; sutfinato g/oups, such as methylsulfinato, phenylsuff inato, benzytsulfinato, p-tolue- 
nesutfinato, trimethylbenzenesulfinato and pentaf luorobenzenesulfinato; alkytthio groups; and arylthio groups. 

Examples of the nitrogen-containing groups include those exemplified for R 1 to R 6 . Specifically, there can be men- . 
tioned, but not limited to, amino group; aJkylamino groups, such as methyl amino, dimethylamino; diethylamino; dipro- 
pylamino, dibutytamino and dicyctohexylamino; arytamino groups and alkylarylamino groups, such as phenylamino, 
diphenylamino, ditolylarrdno, olnaphthytarrtino and methylphenylamino. 

Examples of the boron-containing groups include BR 4 groups (where Risa hydrogen, an aryl group which may 
have a substituent a halogen, eta). 

Examples of the silicon-containing groups include those exemplified for R 1 to R 6 . Specifically, there can be men- 
tioned, but not limited to, hydrocarborv-substrtuted sifyl groups, such as phenylsityl, diphenylsflyf, trimethyisilyl, triethyts- 
ilyl, tfpropylsilyl, tricyctohexylsiryl, triphenyteilyl, methykfiphenylsilyl, tritolylsityl and trinaphthylsiryl; hydrocarbon- 
substituted silylether groups, such as trimethylsirylether; silicon-substituted alkyl groups, such as trimethylsilylmethyl; 
and silicon-substituted aryl groups, such as trimethyteilytphenyl. 

Examples of the germariiiim-corTtaining groups include those exemplified for R 1 to R 6 . Specifically, there can be 
mentioned the above-mentioned silicon-containing groups in which silicon is replaced by germanium. 

Examples of the tin-containing groups include those exemplified for R 1 to R 6 . Specifically, there can be mentioned 
the above-mentioned sirtcorvcontaining groups in which silicon is replaced by tin. 

Examples of the halogen-containing groups include fluorine-containing groups, such as PF 6 and BF 4 ; chlorine-con- 
taining groups, such as Q0 4 and SbClg; and iodine-containing groups, such as I0 4 , but not limited thereto. 

Examples of the aluminium-containing gjoups include AR 4 groups (where R is a hydrogen, an alkyl group, an aryl 
group which may have a substituent a halogen atom, etc.), but not limited thereto. 

When n is 2 or greater, plural groups X may be the same or different and may be bonded to each other to form a 

ring. 

Transition metal compound (l-a) 

The transition compound represented by the formula (0 is preferably a compound represented by th formula (l-a). 
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In the formula (l-a). M is a transition metal atom of Group 3 to Group 1 1 of the periodic table. Examples of M include 
the above-mentioned transition metal atoms. 

m is an integer of 1 to 3, preferably 2. 
20 R 1 to R 6 may be the same or different and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocyclic compound residues, a hydrccaitxvv^ubstrtuted silyl group, a rrydrocarbon-substrtuted siloxy group, an 
alkoxy group, an alkytthio group, an aryloxy group, an arylthio group, an acyl group, an ester group, a thioester group, 
an amido c^oup. an imido group, an amino group, an imino group a suHbnester group, a sulfonamido group, a cyano 
group a nitro group, a carcboxyl group, a suffo group, a mercapto group or a hydroxy! group, and two or more of them 
25 may be bonded to each other to form a ring. Examples of R 1 to R 6 include those described above. 

When m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the groups 
R 1 are not bonded to each other. 

n is a number satisfying a valence of M, specifically an integer of 0 to 5, preferably 1 to 4, more preferably 1 to 3. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a nitrogen-containing 
30 group, a boron-containing group a sutfur-containing group, a phosphorus-containing group, a silicon-containing group, 
a germaniunvcontaining group or a tin-containing group. Examples of X include those described above. 

When n is 2 or greater, plural groups X may be the same or different and may be bonded to each other to form a 
ring. 

The transition metal compound represented by the formula (0 is preferably a compound represented by the follow- 
35 ing formula (l-a-1). 




In the formula (l-a-1), R 1 to R 6 , M and X have the same meanings as mentioned above, and are preferably those 
described below. 

M is a transition metal atom of Group 3 to Group 11 of the periodic table, preferably of Group 3 to Group 5 and 
Group 9, e.g., scandium, titanium, zirconium, hafnium, vanadium, niobium, tantalum, cobalt or rhodium, more prefera- 
55 bry titanium, zirconium, hafnium, cobalt or rhodium, particularly preferably titanium, zirconium or hafnium, 
mis an integer of 1 to 3. 

R 1 to R 6 may be the same or different and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocyclic compound residues, a hydrocarbon-substituted silyl group, a hydrocarbon-substituted siloxy group, an 
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alkoxy group, an alkytthio group, an aryioxy group, an arytthio group, a thioester group, an ester group, an acyl group, 
an arrtido group, an imkto group, an amino group, an imino group, a sulfonester group, a suHonamido group, a cyano 
group, a nitro group or a hydroxyi group. Of these, particularly preferable is a hydrogen atom, a halogen atom, a hydro- 
carbon-substituted silyl group, an alkoxy group, an arytoxy group, an ester group, an amkJo group, an amino group, a 
suffonarnido g/oup, a cyano group or a nitro group. 

Examples of the halogen atom includ fluorine, chlorine, bromine and iodine. 

Examples of the hydrocarbon groups include straight-chain or branched alkyl groups of 1 to 20 carbon atoms, such 
as methyl, ethyl, n-propyl, isopropyl, n-butyl, isobutyl, sec-butyl, tert-butyl, pentyl and hexyl; straight-chain or branched 
alkenyl groups of 2 to 20 carbon atoms, such as vinyl, allyl and isopropenyi; straight-chain or branched alkynyl groups 
of 2 to 20 carbon atoms, such as ethynyl and propargyl; cyclic saturated hydrocarbon groups of 3 to 20 carbon atoms, 
such as cyclopropyl, cyclobutyl, cydcpentyl, cyclohexyl and adamantyl; aryl o/oups of 6 to 20 carbon atoms, such as 
phenyl, benzyl, naphthyl, biphenytyl and triphenytyi; cycfic unsaturated hydrocarbon groups of 5 to 20 carbon atoms, 
such as cyclopentadienyl, indenyl and rluorenyl; and these groups which are substituted with substrtuerrts such as alkyl 
groups of 1 to 20 carbon atoms, halogenated alkyl groups of 1 to 20 carbon atoms, aryl groups of 6 to 20 carbon atoms, 
alkoxy groups of 1 to 20 carbon atoms, arytoxy groups of 6 to 20 carbon atoms, halogen, cyano, nitro and hydroxyi. Of 
these, particularty preferable are straight-chain or branched alkyl groups of 1 to 20 carbon atoms, such as methyl, ethyl, 
n-propyl, isopropyl, n-butyl, isobutyl, sec-butyl, tert-butyl, pentyl and hexyl ; aryl groups of 6 to 20 carbon atoms, such as 
phenyl and naphthyl; and these aryl groups which are substituted with 1 to 5 substrtuents such as alkyl groups of 1 to 
20 carbon atoms, aryl groups of 6 to 20 carbon atoms, alkoxy groups of 1 to 20 carbon atoms and aryioxy groups of 6 
to 20 carbon atoms. 

Examples of the heterocyclic residues include residues of nitrogen-containing compounds (e.g., pyrrole, pyridine 
pyrirrtidine, quinoline and triazine), oxygen-containing compounds (e.g., furan and pyran) and sulfur-containing com- 
pounds (e.g., thiophene), and these heterocyclic residues which are substituted with substrtuents such as alkyl groups 
and alkoxy groups fb t to 20 carbon atoms. 

Examples of the hydrocarbon-substituted silyl groups include methytsilyl, dimethylsilyl, trimethylsilyt, ethytsilyl, 
diethylsilyl, triethytsilyt, diphenyimethyteilyt, triphenylsilyl, dimethytphenylsilyl, dimethyl-t-butylsilyl and dimethyl (pen- 
taftuorophenyQsilyl. Of these, particularty preferable are methytsilyl, dimethylsilyl, trimethylsilyl, ethytsilyl, tfethylsilyl, tri- 
ethytsilyl and tripherrytsiryl. 

Examples of the hydrocarbon-substituted siloxy groups include trimethylsiloxy. 

Examples of the alkoxy groups include methoxy, ethoxy, n-propoxy, isopropoxy, n-butoxy, isobutoxy and tert-butoxy. 
Examples of the alkytthio groups include methyfthio and ethylthkx 

Examples of the aryioxy groups include phenoxy, 2,6-dimethytphenoxy and 2,4,6-trimethytphenaxy. 
Examples of the arytthio groups include phenytthio, methytphenyfthio and naphthytthia 
Examples of the acyl groups include formyl, acetyl, benzoyl, p-chlorobenzoyt and p-methoxybenzoyl. 
Examples of the ester groups include acetyloxy, benzoyloxy, methoxycarbonyl, phenoxycarbonyl and p-chlorophe- 
noxycarbonyl. 

Examples of the thioester groups include acetytthio, benzoytthio. methytthiocarbonyl and phenyttNocarbonyl. 
Examples of the amkJo groups include acetarnido, N-methyfacetamido and N-methylbenzamida 
Examples of the irrndo groups include acetimido and benzirnido. 

Examples of the amino groups include methylamino, ethyl m ethylamino and diphenylamino. 
Examples of the imino groups include methytimino, ethyl imino, propyl imino, butylimino and phenylimino. 
Examples of the sutfonester groups include methytsurfonato, ethyfsutfonato and phenytsutfbnato. 
Examples of the suffonarnido groups include phenytsuffbnarrido, N-methytsulfonamido and N-methyH>-toluenesul- 
fcnamida 

R 6 is preferably a substrtuerrt other than hydrogen. That is, R 6 is preferably a halogen atom, a hydrocarbon group, 
a heterocyclic compound residues, a hydrocarbon-substituted silyl group, a hydrocarbon-substituted siloxy group, an 
alkoxy group, an alkytthio group, an arytoxy group, an arytthio group, an acyl group, an ester group, a thioester group, 
an amido group, an imido group, an amino group, an imino group, a sutfonester group, a suffonarnido group, a cyano 
group, a nitro group or a hydroxyi group. 

Preferred examples of the hydrocarbon groups as R 6 include straight-chain or branched alkyl groups of 1 to 20 car- 
bon atoms, such as methyl, ethyl, n-propyl, isopropyl, n-butyl, isobutyl, sec-butyl, tert-butyl, pentyl and hexyl; cyclic sat- 
urated hydrocarbon groups of 3 to 20 carbon atoms, such as cyclopropyl, cydobutnyt, cyctoperrtyt, cyclohexyl and 
adamantyl; aryl groups of 6 to 20 carbon atoms, such as phenyl, benzyl, naphthyl, biphenytyl and triphenytyi; andthese 
groups which are substituted with substrtuents such as alkyl groups of 1 to 20 carbon atoms, halogenated alkyl groups 
of 1 to 20 carbon atoms, aryl groups of 6 to 20 carbon atoms, alkoxy groups of 1 to 20 carbon atoms, arytoxy groups of 
6 to 20 carbon atoms, halogen, cyano, nfUo and hydroxyi. 

Preferred examples of the hydrocarbon-substituted silyl groups as R 6 include methytsilyl, cfimethytsilyi, trimethylsi- 
lyl, ethytsilyl, diethylsilyl, triethytsflyt. diptienytmethyteilyi triphenylsityl, dimethylphenylsilyl. dimethyl-t-butylsilyl and 
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dimethyf(pentafruorophenyf)sityl. 

In the present invention, R 6 is preferably selected from branched alkyi groups of 3 to 20 carbon atoms (e.g., isopro- 
pyl, rsobutyl, sec-butyl and tert-butyl), these alkyl groups which ar substituted with ary1groupsof6to20 carbon atoms 
(eg., cumyt), and cyclic saturated-hydrocarbon groups of 3 to 20 carbon atoms (e.g., adamantyl, cyclopropyi, 
cydobutyl, cycloperrtyl and cyctohexyl). Also, preferable R 6 is a riydroc^rborvsubstrtuted silyi gr up. 

Two or more groups R 1 to R 6 , preferably adjacent groups, may be bonded to each other to form an aliphatic ring, 
an aromatic ring or a hydrocarbon ring containing a hetero atom such as a nitrogen atom, and these rings may further 
have a substrtuent. 

When m is 2 or greater, two of the the groups R 1 to R 6 may be bonded to each other, with the proviso that the 
groups R 1 are not bonded to each other. R 1 s, F?s, R 3 ^ R 4 s, R 5 s, or R^s may be the same as or different from each 
other. 

n is a number satisfying a valence of M, specifically an integer of 1 to 3. 

X is a hydrogen atom a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocarbon 
group of 1 to 20 carbon atoms, an GKygen-containing group, a sutfur-containing group or a silicon-containing group, and 
when n is 2 or greater, plural groups X may be the same or different 

Examples of the he halogen atoms include fluorine, chlorine, bromine and iodine. 

Examples of the hydrocarbon groups of 1 to 20 carbon atoms include alkyl groups, cycloalkyl groups, alkenyl 
groups, arylalkyl groups and aryl g/oups. Specifically, there can be mentioned alkyl groups, such as methyl, ethyl, pro- 
pyl, butyl, hexyl, octyl. nonyl, dodecyl and etcosyl; cycloalkyl groups, such as cyclopentyl, cyclohexyl, norbornyl and 
adamantyl; alkenyl groups, such as vinyl, propenyl and cydohexenyl; arylalkyl groups, such as benzyl, phenyl ethyl and 
phenylpropyt; and aryl groups, such as phenyl, tolyl. dimethytphenyl, trimethytpherryl, ethylphenyl, propylphenyl, biphe- 
nyl, naphthyl, methylnaphthyl, anthryl and phenarrthryl. 

Examples of the halogenated hydrocarbon g/oups of 1 to 20 carbon atoms include the above-mentioned hydrocar- 
bon groups of 1 to 20 carbon atoms which are substituted with halogens. 

Examples of the oxygen-containing groups include hydroxyl; alkoxy groups, such as methoxy. ethoxy, propoxy and 
butoxy; aryloxy groups, such as phenoxy. methylphenaxy. dimethytphenoxy and naphthoxy; and arytalkoxy groups, 
such as phenyl methoxy and phenylethoxy. 

Examples of the suffur-containing groups include the above-exemplified oxygen-containing groups in which oxygen 
is replaced with sulfur; sutfonato groups, such as methyteulfonato, trifluoromethanesuHbnato, phenyteurfonato, benzyl- 
suHbnato, p-toluenesulfonata trimethylbenzenesurfbnato, trfisobutylbenzenesurfonato, p-chlorobenzenesurfonato and 
pentafluorobensenesurfonato; and sutfinato groups, such as methytsurfinato, phenyteutfinato, benzytsutfinato, p-tolue- 
nesulf inato, trinrethytoenzenesulfinato and perrtafluorobenzenesulfinato. 

Examples of the sificon-containing groups include rrronohydrocarbon-substituted silyl groups, such as methylsilyl 
and phenylsilyl; c6 hydrocarbon-substituted silyl groups, such as dimethylsilyi and diphenyteiryl; trihydrocarbon-substi- 
tut d silyl groups, such as trimethytsityl, triethytsilyl, tripropytsilyl, tricyclohexytsilyl, triphenylsilyl, dimethylphenylsilyl, 
methylcfiphenylsilyl, tritorylsilyl and tonaphthytsilyt; silyl ether groups of hydrocarbon-substituted silyl, such as trimethyl- 
silyl ether; sUicon-substrtuted alkyl groups, such as trimethylsirylmethyl; and silicon-substituted aryl groups, such as tri- 
methylsilylphenyl. , 

Of these, preferable groups X are halogen atoms, hydrocarbon atoms of 1 to 20 carbon atoms and sulfonate 
groups. 

When n is 2 or greater, groups X may be bonded to each other to form a ring. 

Of the transition metal compounds represented by the formula (l-a-1), the compound wherein m is 2 and two of the 
groups R 1 to R 6 (except for the groups R 1 ) are bonded to each other is, for example, a compound represented by the 
following formula (l-a-2). 
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— ■ (I-a-2) 



In the formula (l-a-2), M, R 1 to R 6 , and X are identical with M, R 1 to R 6 , and X in the formula (I). 

20 R 1 to R 16 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocyclic compound residue, a hydrocarbon-substituted sityl group, a hydrocarbon-substituted siloxy group, an 
alkoxy group, an alkytthio group, an aryloxy group, an arylthio group, an acyl group, an ester group, a thioester group, 
an amido group, an imtdo group, an amino group, an imino group, a sulfonester group, a sulfonamido group, a cyano 
group or a nitro group, specifically, the same atom or group as described for R 1 to R 6 . Two or more of groups R 1 to R 16 , 

25 preferably adjacent groups, may be bonded to each other to form an aliphatic ring, an aromatic ring or a hydrocarbon 
ring containing a hetero atom such as a nitrogen atom. 

Visa bonding group or a single bond for bonding at least one group selected from R 1 to R 6 to at least one group 
selected from R 11 to R 16 (except a case of boncfing R 1 and R 11 to each other). 

The bonding group Visa group containing at least one element selected from among oxygen, sulfur, carbon, nitro- 

30 gen, phosphorus, silicon, selenium, tin, boron and the like. Examples of such groups include groups containing chalco- 
gen atoms such as -O-, -S- and -Se-; nitrogen- or phosphorus-containing groups, such as -NH-, -N^H^. -PH- and - 
PfCHj^-; hydrocarbon croups of 1 to 20 carbon atoms, such as -CKfe-, -CKfe-Chfe- and -CtCH^-; residues of cyclic 
unsaturated hydrocarbons of 6 to 20 carbon atoms, such as benzene, naphthalene and anthracene; residues of hete- 
rocyclic compounds having 3 to 20 carbon atoms and containing hetero atoms, such as pyridine, quinoline, thbphene 

35 and furan; silicon atom-containing groups, such as -SihV and -SifCH^; tin atom-containing groups, such as -Snhfe- 
and -S^CH^; and boron atom-containing groups, such as -BH-, -BfOy- and -BF-. 

Examples of the transition metal compounds represented by the formula (l-a-1) are given below, but are not limited 
thereto. 

In the following examples, M is a transition metallic element, and specifically represents, but not limited to, Sc(lll), 
40 Ti(lll), Ti(IV), Zr(lll), Zr(IV). Hf(IV), V(IV). Nb(V). Ta(V). Co(ll), Co(lll), Rh(ll). Ph(lll). Ph(IV). Of these, particularly pref- 
erable is Tl(IV). Zr(IV) or Hf(IV). 

X is halogen such as CI or Br, or an alkyl group such as methyl, but not limited thereto. When plural X are present, 
they may be the same or cfifferent. 

n depends on a valence of the metal M. For example, when two monoanion species are bonded to the metal, n = 
45 0 in case of a divalent metal, n = 1 in case of a trivalent metal, n = 2 in case of a tetravalent metal, and n = 3 in case of 
a pentavalent metal. More specifically, there can be mentioned n = 2 in case of Ti(IV), n = 2 in case of Zr(IV), and n = 2 
in case of Hf (IV). 
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In the olefin polymerization catalyst according to the invention, it is particularly preferable to use a novel transition 
metal compound of the formula (III), which wiD be described in detail below, as the catalyst component (A). 

Transition metal compound f l-b) 

Also employable as the transition metal compound (A) in the invention is a transition metal compound represented 
by the following formula (l-b). 
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In the formula (l-b), M is a transition metal atom of Group 3 to Group 11 of the periodic table, preferably of Group 4 
or Group 9, and particularly preferably, titanium, zirconium, hafnium, cobalt or rhodium, 
mis an integer of 1 to 6, preferably 1 to 4. 
20 R 1 to R 6 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
hydrocarbon-substituted silyl group, an aikoxy group, an arytoxy group, an ester group, an arrtido group, an amino 
group, a suffonamido group, a cyano group or a nitro group. 

Of these, particularly preferable is a halogen atom, a hydrocarbon group, a hydrocarbon-substituted silyl group, an 
aikoxy group, an arytoxy group, ah ester group, an arrrido group, an amino group, a suffonamido group, a cyano group 
25 or a nitro group. 

Examples of the groups R 1 to R 6 are those exemplified for the transition metal compounds of the formulae (0 and 
(l-a). 

When m is 2 or greater, two or more groups R 1 to R 6 , preferably adjacent groups, may be bonded to each other to 
form a ring, with the proviso that the groups R 1 are not bonded to each other. 
30 Examples of the transition metal compounds represented by the formula (l-b) are given below, but not limited 
thereto 
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In the present invention, transition metal compounds wherein cobalt is replaced with titanium, zirconium, hafnium, 
iron, copper or rhodium in the above-exemplified compounds are also employable. 

The transition metal compounds (A) mentioned above are used singly or in combination of two or more kinds, and 
they can be used in combination with other transition metal compounds, for example known transition metal compounds 
comprising a ligand which has a hetero atom such as nitrogen, oxygen, sulfur, boron or phosphorus. 

(^er transition metal compound 

Some examples of the other transition metal cornpounds are given below, but the compounds are not limited those 
examples. 

(a-1) Transition metal imide compound (kc) 
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R 

t>22 . I 



21 



>24 



w 



(I-c) 



In the above formula, M is a transition metal atom of Group 8 to Group 1 0 of the periodic table, preferably nickel, 
is palladium or platinum. 

R 21 to R 24 may be the same or different, and are each a hydrocarbon group of 1 to 50 carbon atoms, a halogenated 
hydrocarbon group of 1 to 50 carbon atoms, a hydrcrarbon-substrtuted silyl gjoup, or a hydrocarbon group substituted 
with a substituent containing at least one element selected from nitrogen, oxygen, phosphorus, sulfur and silicon. 

Two or more groups, preferably adjacent groups, of R 21 to R 24 may be bonded to each other to form a ring. 
20 q is an integer of 0 to 4. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocarbon 
group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group, a silicon-containing group or 
nitrogen-containing group, and when q is 2 or greater, plural groups X may be the same or different. 

(a-2) Transition metal amide compound (l-d) 

25 
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In the above formula, M is a transition metal atom of Group 3 to Group 6 of the periodic table, preferably titanium, 
40 zirconium or hafnium. 

R' and R" may be the same or different and are each a hydrogen atom, a hydrocarbon group of 1 to 50 carbon 
atoms, a halogenated hydrocarbon group of 1 to 50 carbon atoms, a hydrocarbon-substituted silyl group, or a substitu- 
ent containing at least one element selected from nitrogen, oxygen, phosphorus, sulfur and silicon. 

m is an integer of 0 to 2. 
45 n is an integer of 1 to 5. 

A is an atom of Group 13 to Group 16 of the periodic table, specifically boron, carbon, nitrogen, oxygen, silicon, 
phosphorus, sulfur, germanium, selenium, tin or the like, preferably carbon or silicon. 

When n is 2 or greater, plural atoms A may be the same or different. 

E is a substituent containing at least one element selected from carbon, hydrogen, oxygen, halogen, nitrogen, sul- 
so fur, phosphorus, boron and silicon. When plural groups E are present, they may be the same or different, and two or 
more groups E may be bonded to form a ring, 
p is an integer of 0 to 4. 

X is a hydrogen atom, a halogen atom, a rrydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocarbon 
group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group, a silicon-containing group or 
55 nrtrogen-containing group. When pis2or greater, plural groups X may be the same or different 

X is preferably a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms or a sulfonate group. 
(a-3) Transition metal tiphenoxy compound (l-e) 
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In the above formula, M is a transition metal atom of Group 3 to Group 11 of the periodic table; 1 and m are each 
an integer of 0 or 1 ; A and A* are each a hydrocarbon group of 1 to 50 carbon atoms, a halogenated hydrocarbon group 
of 1 to 50 carbon atoms, a hydrocarbon group having a substrtuent containing oxygen, sulfur or silicon, or a halogenated 
hydrocarbon group having a substrtuent containing oxygen, sulfur or silicon; and A and A' may be the same or different. 

B is a hydrocarbon group of 0 to 50 carbon atoms, a halogenated hydrocarbon group of 1 to 50 carbon atoms, 
R^Z, oxygen or sulfur, where R 1 and R 2 are each a hydrocarbon group of 1 to 20 carbon atoms or a hydrocarbon 
group having 1 to 20 carbon atoms and containing at least one hetero atom, and Z is carbon, nitrogen, sulfur, phospho- 
rus or silicon. 

n is a number satisfying a valence of M. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocarbon 
group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group, a silicon-containing group or 
nitrogen-containing group, and when n is 2 or greater, plural groups X may the same or different and may be bonded to 
form a ring. 

(a-4) Transition metal compound (l-t) containing at least one hetero atom and containing a ligand having cyclopen- 
tadienyl skeleton 




In the above formula, M is a transition metal atom of Group 3 to Group 11 of the periodic table. X is an atom of 
Gr up 13, Group 14 or Group 15, and at least one of X contains an element other than carbon. 

Each R may be the same or different, and is a hydrogen atom, a halogen atom, a hydrocarbon group, a halogen- 
ated hydrocarbon group, a hydrocarrjon-substrtuted silyl group or a hydrocarbon group substituted with a substrtuent 
containing at least one element selected from nitrogen, oxygen, phosphorus, sulfur and silicon. Two or more of R may 
be bonded to form a ring, and a is 0 or 1 . 

b is an integer of 1 to 4, when b is a number of 2 or greater, the moieties [((R) a )5X s ] may be the same or different, 
and the groups R may be bonded to form a bridge. 

c is a number satisfying a valence of M. 

Y is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated rrydrocarbon 
group of 1 to 20 carbon atoms, an axygervccftiaining group, a surfur-containing group, a sflicon-containing group, or 
nrtrogerHXXTtaining group. When c is a number of 2 or greater, plural groups Y may be the same or different and may 
be bonded to form a ring. 

(a-5) Transition metal compound represented by th formula RB(Pz) 3 MX n 

In the above formula, M is a transition metal atom of Group 3 to Group 11 of the periodic table; R is a hydrogen 
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atom, a hydrocarbon group of 1 to 20 carbon atoms or a halogenated hydrocarbon group of 1 to 20 carbon atoms; and 
Pz is a pyrazotyl g/oup or a substituted pyrazotyl group, 
n is a number satisfying a valence of M. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocarbon 
group of 1 to 20 carbon atoms, an oxygen-containing group, a sutfur-containing group, a silicon-containing group or 
nrtrogen-containing group, and when n is a number of 2 or greater, plural groups X may be the sam r different and 
may be bonded to form a ring. 

(a-6) Transition metal compound represented by the following formula (l-g) 



In the above formula, Y 1 and Y 3 are each an element of Group 15 of the periodic table; Y 2 is an element of Group 
1 6 of the periodic table; and R 21 to R 28 may be the same or different, they are each a hydrogen atom, a halogen atom, 
a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocarbon group of 1 to 20 carbon atoms, an oxygen- 
containing group, a sulfur-containing group or a silicon-containing group, and two or more of them may be bonded to 
form a ring. 

(a-7) Transition metal compound comprising a compound represented by the following formula (l-h) and a transition 
metal atom of Group VIII 



In the above formula, R 31 to R 34 may be the same or different, they are each a hydrogen atom, a halogen atom, a 
hydrocarbon group of 1 to 20 carbon atoms or a halogenated hydrocarbon group of 1 to 20 carbon atoms, and two or 
more of them may be bonded to form a ring. 

(a-8) Transition metal compound represented by the following formula (l-i) 





(i-g) 




(I-h) 




(l-i) 



In the above formula, M is a transition metal atom of Group 3 to Group 1 1 of the periodic table, 
m is an integer of 0 to 3. 
n is an integer of 0 or 1. 
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pis an integer of 1 to 3. 

q is a number satisfying a valence of M. 

R 41 to R 48 may be the same or cfifferent. and are each a hydrogen atom, a halog n atom, a hydrocarbon group of 
1 to 20 carbon atoms or a halogenated hydrocarbon group of 1 to 20 carbon atoms, an oxygen-containing group, a sul- 
fur-containing group, a silicon-containing group or nitrogen-containing group, and two or more of them may b bonded 
to form a ring. 

X is a hydrogen atom, a hotogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocarbon 
group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group, a silicon-containing group or a 
nitrogen-containing group, and when q is 2 or greater, plural X may be the same or different and may be bonded to each 
other to form a ring. 

Y is a group bridging the borata benzen ring, and Y is carbon, silicon or germanium. 
A is an element of Group 14, Group 1 5 or Group 1 6 of the periodic table. 

(B-1) Qrganomgteiiic compound 

As the organometalBc compound (B-1), the below-described organometallic compounds of metals of Group 1, 
Group 2, Group 1 2 and Group 13 of the periodic table are employable in the invention. 
(B-1 a) Organoatuminum compound represented by the following formula: 

F^OR^HpXq 

wherein R* and R 6 may be the same or different, and are each a hydrocarbon group of 1 to 15 carbon atoms, preferably 
a hydrocarbon group of 1 to 4 carbon atoms; X is a halogen atom; and m, n, p and q are numbers satisfying the condi- 
tions of 0<rrfc£3, rKn<3, 0£p<3, 0£q<3 and m+n+f>*q = 3. 

(B-1 b) Alkyl complex compound of Group 1 metal and aluminum, that is represented by the following formula: 

M 2 AIR a 4 

wherein M 2 is Li, Naor K; and R* is a hydrocarbon group of 1 to 15 carbon atoms, preferably a hydrocarbon group of 1 
to 4 carbon atoms. 

(B-1c) Dialkyl compound of Group 2 metal or Group 12 metal, that is represented by the following formula: 

FPRbM 3 

wherein R a and R 5 may be the same or different, and are each a hydrocarbon group of 1 to 1 5 carbon atoms, preferably 
a hydrocarbon group of 1 to 4 carbon atoms; and M 3 is Mg, Zn or Cd. 

Examples of the organoalurntnurn compounds (B-1 a) include the following compounds. 

Organoaluminum compound represented by the following formula: 

F^fOR^ 

wherein R 8 and R 6 may be the same or different, and are each a hydrocarbon group of 1 to 15 carbon atoms, preferably 
a hydrocarbon group of 1 to 4 carbon atoms; and m is preferabry a number satisfying the condition of 1 5£m<3. 
Organoaluminum compound represented by the following formula: 

F^mAIXs-m 

wherein R a rsa hydrocarbon group of 1 to 1 5 carbon atoms, preferably a hydrocarbon group of 1 to 4 carbon atoms; X 
is a halogen atom; and m is preferably a number satisfying the condition of 0<m<3. 
Organoaluminum compound represented by the following formula: 

R°mAIH3. m 

wherein R° is a hydrocarbon group of 1 to 15 carbon atoms, preferably a hydrocarbon group of 1 to 4 carbon atoms; 
and m is preferabry a number satisfying the condition of 2^nrx3. 

Organoaluminum compound represented by the following formula: 

RV^OR^Xq 
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wherein R* and Ft* may be the same or different, and are each a hydrocarbon group of 1 to 15 carbon atoms, preferably 
a hydrocarbon group of 1 to 4 carbon atoms; X is a halogen atom; and m, n and q ar numbers satisfying the conditions 
of 0<X£3, (KX<3, 0£q<3 and immq = 3. 

Particular examples of the organoaluminum compounds (B-1a) include: 

m'-n-alkytaluminums, such as trimethylaluminum, triethylaluminum, tri-n-butylaluminum, tripropyialuminum, trip- 
entylaluminum, trihexylaluminum, trioctylaluminum and tridecyialuminum; 

branched-chain trial kyialuminums, such as triisopropylaluminum, triisobutylaluminum, tri-sec-butylaluminum, tri- 
tert-butylaluminum, tri-2-methylbutylaluminum, tri-3-methyftxrtylaluminum tri-2-rnethyfperTtylalurninurn, tri-3-methyl- 
pentylaluminum, tri-4-methytpentylaluminum, tri-2-methylhexytaluminum, tri-3-methylhexylaluminum and tri-2- 
ethylhexylaluminum; 

tricycloalkylaiuminums, such as tricyclohexylaluminum and tricyclooctylaluminum; 
triarylaluminums, such as triphenylaluminum and trftolytaluminum; 
diaikylaluminum hydrides, such as diisobutylaluminum hydride; 

trialkenylaluminums represented by the formula (i-C4H 9 ) x Al y (C5H 10 ) z (wherein x, y and z are positive numbers, and 
z^2x), such as isoprenylaluminum; 

alkylaluminum alkoxides, such as isobutytaluminum methoxide, isobutylaluminum ethaxide and isobutylaluminum 
isopropoxide; 

diaikylaluminum alkoxides, such as dimethylaluminum methoxide, diethylaluminum ethoxide and dibutylaluminum 
butoocide; 

alxytaluminum sesquialkoxides, such as ethylaluminum sesquiethoxide and butylaluminum sesqurbutoxide; 
partially alkoxytated alkylaluminums having an average composition represented by R^.sAKOR^o.si 
diaikylaluminum aryloxides, such as diethylaluminum phenoxide diethylalumirujm(2,6<li-t-butyl-4H7iethylphenox- 
ide), ethylaluminurr^2,6<ii-t-bu^ cfiisobutylalumium(2,6^i-t-b^ and 

isobutylaluminumbis(2,6-di-t-r^^ 

diaikylaluminum halides, such as dimethylaluminum chloride, diethylaluminum chloride, cfibutylaluminum chloride, 
diethylaluminum bromide and diisobutylaluminum chloride; 

alkylaluminum sesquihalides, such as ethylaluminum sesquichloride, butylaluminum sesquichloride and ethylalu- 
minum sesquibromide, 

partially halogenated alkylaluminums, such as ethylaluminum cfichloride, propylaluminum dichloride and butylalu- 
minum dtoromide; 

diaikylaluminum hydrides, such as diethylaluminum hydride and dibutylaluminum hydride; 
partially hydrogenated alkylaluminums, e.g., alkylaluminum d hydrides, such as ethylaluminum dihydride and pro- 
pylaluminum cfihydride; and 

partially alkoxylated and halogenated alkylaluminums, such as ethylaluminum ethoxychloride, butylaluminum 
butaxychloride and ethylaluminum ethcxybromide. 

Also employable are compounds analogous to the organoaluminum compound (B-1a). For example, there can be 
mentioned organoaluminum compounds wherein two or more aluminum compounds are combined through a nitrogen 
atom, such as (C^Hs^N^hyAI^H^. 

Examples of the organoaluminum compounds (B-1b) include LiAlfC^H^ and LiAI(C7H 15 ) 4 . 

Further, other compounds such as methyllithium, ethyllithium. propyllrthium, butyllithium, methylmagnesium bro- 
mide, methylmagnesium chloride, ethylmagnesium bromide, ethylmagnesium chloride, propyl magnesium bromide, pro- 
pytmagnesium chloride, butylmagnesium bromide, butyl magnesium chloride, dimethylmagnesium, cfiethylmagnesium, 
dibutylmagnesium and butylethylmagnesium are also employable as the organometallic compounds (B-1). 

Furthermore, combinations of compounds capable of producing the above-mentioned organoaluminum com- 
pounds in the polymerization system, e.g., a combination of halogenated aluminum and alkyllithium and a combination 
of halogenated aluminum and alkytmagnesium, are also employable. 

Of the organometallic compounds (B-1) mentioned above, the organoaluminum compounds are preferable. 

The organometallic compounds (B-1 ) can be used singly or in combination of two or more kinds. 

(B-21 Organoaluminum cow-compound 

The organoaluminum oxy-compound (B-2) for use in the invention may be conventional aluminoxane or a benzene- 
insoluble organoaluminum oxy-compound exemplified in Japanese Patent Laid-Open Publication No. 78687/1990. 

The conventional alunrunaxane can be prepared by, for example, the following processes, and is generally obtained 
as a hydrocarbon solvent solution. 



55 



EP 0 874 005 A1 



(1) An organoaluminum compound such as trialkytatuminum is added to a hydrocarbon medium suspension of a 
compound containing adsorbed water or a salt containing water of crystallization, e.g., magnesium chloride 
hydrate, copper sulfate hydrate, aluminum sulfate hydrate, nickel sulfate hydrate or cerous chloride hydrate, to allow 
the organoaluminum compound to react with the adsorbed water or the water of crystallization. 

(2) Vvater, ice or water vapor is allowed to directly act on an organoaluminum compound such as trialkylaluminum 
in a medium such as benzene, toluen , ethyl ether or tetrahydrofuran. 

(3) An organotin oxide such as dimethyftin oxide or dibutyttin oxide is allowed to react with an organoaluminum 
compound such as trialkylaluminum in a medium such as decane, benzene or toluene. 

The aluminoxane may contain a small amount of an organometallic component. Further, it is possible that the sol- 
vent or the unreacted organoaluminum compound is distilled off from the recovered solution of aluminoxane and the 
remainder is redissofved in a solvent or suspended in a poor solvent for aluminoxana 

Exarrples of the organoaluminum compounds used for preparing the aluminoxane include the same organoalumi- 
num compounds as described for the organoaluminum compound (B-1a). 

Of these, preferable are trial kylaluminums and tric^doalkylaluminums. Particularly preferable is trimethylaluminum. 

The organoaluminum compounds can be used singly or in combination of two or more kinds. 

Examples of the solvents used for preparing the aluminoxane include aromatic hydrocarbons, such as benzene, 
toluene, xylene, cumene and cymene; aliphatic hydrocarbons, such as pentane, hexane, heptane octane, decane, 
dodecane, hexadecane and octadecane; alicyclic hydrocarbons, such as cyclopentane, cydohexane, cyclooctane and 
methytcydopentane; petroleum fractions, such as gasoline, kerosine and gas oil; and halides of these aromatic, 
aliphatic and alicyclic hydrocarbons, particularly chlorides and bromides thereof. Also employable are ethers such as 
ethyl ether and tetrahydrofuran. Of the solvents, particularly preferable are aromatic hydrocarbons and aliphatic hydro- 
carbons. 

In the benzene-insoluble organoaluminum oxy-compound for use in the invention, the content of Al component 
which is soluble in benzene at 60 °C is usually not more than 10%, preferably not more than 5 %, particularly preferably 
not more than 2 %, in terms of Al atom, and the benzene-insoluble organoaluminum oxy-compound is insoluble or spar- 
ingly soluble in benzene. 

The organoaluminum oxy-compound employable in the invention is, for example, an organoaluminum oxy-com- 
pound containing boron and represented by the following formula (IV): 



► 18 
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wherein R 17 is a hydrocarbon group of 1 to 10 carbon atoms; and each R 18 may be the same or different and is a hydro- 
gen atom, a halogen atom or a hydrocarbon group of 1 to 10 carbon atoms. 

The organoaluminum compound containing boron and represented by the formula (IV) can be prepared by causing 
an alkyfboronic acid represented by the following formula (V) to react with an organoaluminum compound in an inert 
solvent under an inert gas atmosphere at a temperature of -80 °C to room temperature for 1 minute to 24 hours. 

R 17 -B-(OH)2 (V) 

wherein R 17 is the same group as descrfoed above. 

Examples of the alkylboronic acids represented by the formula (V) include methylborortic acid, ethylboronic acid, 
isopropyboronic acid, n-propylboronic acid, n-butyibororic acid, isobutylboronic acid, n-hexyfboronic acid, cyclohexyl- 
boronic acid, phenyboronic acid, 3,5-dffiuoroboronic acid, perttafluorophenylboronic acid and 3,5-bis(trifluorome- 
thyQphenyboronic acid. Of these, preferable are methylboronic acid, n-butylboronic acid, isobutylboronic acid, 3,5- 
difluorophenytboronic acid and perrtaftuorophenylboronic acid. The alkylboronic acids are used singly or in combination 
of two or more kinds. 

Examples of the organoaluminum compounds to be reacted with the alkylboronic acid include th same organoa- 
luminum compounds as described for the organoaluminum compound (B-1a). 
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Of these, preferable are trialkytatuminums and tricydoalkyialuminums. Particularly preferable are trimethytatumi- 
num, triethylaluminum and trfisobutylaluminum. The organoaluminum compounds can be used singly or in combination 
of two or more kinds. 

The organoaluminum oxy-compounds (B-2) mentioned above are used singly or in combination of two or more 
kinds. 

(B-3) Compound which reacts with the transition metal compound to form ion pair 

The compound (B-3) which reacts with the transition metal compound to form an ion pair (referred to as Ionizing 
ionic compound" hereinafter), that is used in the invention, is a compound which reacts with the transition metal com- 
pound (A) to form an ion pair, and includes Lewis acid, an ionic compound, a borane compound and a carborane com- 
pound described in Japanese Patent Laid-Open Publications Na 501950/1989, No. 502036/1989, Na 179005/1991, 
No. 179006/1991. No. 207703/1991 and Na 207704/1991, and U.S. Patent No. 5.321,106. Further, as ionizing ionic 
compound, heteropoly-compound or isopoly-compound may be used. 

The Lewis acid is, for example, a compound represented by BR3 (R is a phenyl group which may have a substrtuent 
such as fluorine, methyl or trifluoromethyl, or a fluorine atom). Examples of such compounds include trrfluoroboron, 
triphenytooron, tris(4-ffiJoropheriyQboron, tris(3,5^iftuorophenyl)boron, tris(44luoron^fthylphenyl)boron, tris(pen- 
taftuorophenyl)boron, tris(r>tolyl)boron, tris(o-tolyi)boron and tris(3,5<limethylphenyl)boron. 

The ionic compound is, for example, a compound represented by the following formula (VI). 

R 21 

R 19© R 20_ ^ r22 
I 

R 23 (vi) 



In the above formula, R 19 is H\ carbonium cation, oxonium cation, ammonium cation, phosphonium cation, 
cycloheptyttrienyl cation, ferrocenium cation having a transition metal, or the like. 

R 20 to R 23 may be the same or different and are each an organic group, preferably an aryi group or a substituted 
aryl group. 

Examples of the carbonium cations include tri-substituted cations, such as triphenylcarbonium cation, tri(methyl- 
phenyl)carbonium cation and tri(dinriethylphenyOcartK>nium cation. 

Examples of the ammonium cations include trialkylammonium cations, such as trimethylammonium cation, triethy- 
lammonium cation, tripropylammonium cation and trixitytammonium cation; N,N-dialkylan9inium cations, such as N,N- 
dimethylanilinium cation, N.N-diethylanilinium cation and N,N-2,4,6-perrtamethylanflinium cation; and dialkytammonium 
cations, such as di(isopropyl)ammonium cation and dicyclohexylamrnonium cation. 

Examples of the phosphonium cations include triarylphosphonium cations, such as triphenytphosphonium cation, 
tri(nrethylphenyl)phosphonium cation and tri(dmethylphenyl)prK>sphonium cation. 

R 19 is preferably carbonium cation or ammonium cation, particularly preferably triphenylcarbonium cation, N,N- 
dimethylanilinium cation or N.N-diethylaniliniurn cation. 

Also available as the ionic compound is a trialkyl-substrtuted ammonium salt, a N.N-dialkytanilinium salt, a dialky- 
lammonium salt and a triarylphosphonium salt. 

Examples of the trialkyl-substrtuted ammonium salts include triettiy1aninx>niurrtetra(ph tripropylammo- 
niumtetra(phenyl)boron, tri(rv^butyl)arTWTX)niumtetra(^ trimethyiamrr»niurntetra(p-toryObo^ trimethylam- 

moniurrrtetra(o-tolyl)boron, tri(rvbutyOamrnoniumte<ra^^ tripropylamrrK)niumtetra(o,p- 
dimethyiphenyljboron, tri(n-butyl)amrTX>nium tri(i>hutyOammoniumtetra 
omethytphenyQboron, tri(n-lxrtyt}amnx)niiinrtet^ and tri(n-butyl)amrrK>niumtetra(o- 

tolyl)boron. 

Examples of the N,N-dialkylanflinium sails include N.N<limethylanliniunnetra(phenyl)boron, N,N-diethylanflin- 
iumtetra(phenyl)boron and N,N-2,4,6pentame^aniliniun^ 

Examples of the tialkytamrronium salts include o1(1-propy0arrvnoniumtetra(pent^ and dicy- 

ciohexylammoniumtetra(pher^ 

Further employable as the ionic compound is friphenylcar1^unrrtetrakis(penta^ N.N-dimethyl- 
aniliniurrtetrakis(pentafluoro^ fertoceniumt^tpentafluorophenyljborate, triphenylcarbeniumpentaphe- 
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nytcyclopentadienyi complex, N,N<fiethytarufiniurrperrta^ complex or a boron compound 

represented by the following formula (VII) or (VIII). 



Examples of the borane compounds include: 
decaborane(14); 

salts of anions, such as bispri(n4xjtyQammonium]rionaborate, bis{tri(n4xjtyl)ammoniumXle(^borate, bis[tri(n- 
butyOammonium] undecaborate, bsftri(rt4xjty0arnrnonium]cW bis[tri(r>4xjtyl)ammon!um]decachloro- 
decaborate and b*s[tri(n4xjty0ammortium and 

salts of metallic borane anions, such as trifryJxjtyOarrtrroniunrto^ I) and 

bis[tri(rv£utyl)arnmonium III). 

Examples of the carborane compounds include: 

salts of anions, such as 4-carbanonaborane(14), 1 ,3-dicarbanonaborane(1 3), 6,9-dicarbadecaborane(1 4), dodec- 
ahydride-1 -phenyl-1 ,3^1k»rbanonaborane, dodecarrydrkte-1 -methyl-1 ,3^icarbanonaborane, undecahydride-1 ,3- 
dirnetriy1-1,3^k^rbanonaborane, 7,8~cficarbaundecaborane(13), 2 f 7-dicarbaundecaborane(13), undecahydride- 
7£<iirnetriy1-7,8-dk^rbaijr^ dodecahydride-1 1 -meihyl-2,7<iicarbaundecaborane, tri(n-butyf)arrtmo- 

nium-1-carbadecaborate, tri(n-butyl)arriT>c^ tri(rH^uty0arnmoniun>1 -carbadodecabo- 

rate, tri(r»-btrtyl)anTmonium-1 -trimethylsilyl-1 -carbadecaborate, tri(n4xJtyQammoniumbrorro-1 
tri(n4xity0amrr»niun>^ trKn^xjtyQamrrioniu^ tri(n-butyQamrno- 

nium-7-carbaundecaborate(1 3), tri(n^x^tyl)ammorBun^^ tri(n-butyr)ammonium-2,9- 
dicarbaundecaborate(12), tri(n4xjty0amrnoruiinxi^ tri(rt- 
rjutyQanrunoniumundec^^ tri(r>tatyQanrtfTK>nium^ 
7,9-dicarbaundecaborate, tri(n-butyl)amnK)niunr^^ tri(n-butyl)ammo- 
niurrujrxlecariYdride-9-tri cficarbaundecaborate and tri(n4xityf)amrTioniumiff^ 

dibrorno-7^rbaundecaborate; and 

salts of metallic carborane anions, such as tri(n4>utyf)amrnori 

tate(III), tri(rHxityQarnrnoniurnbis(un^ tri(n-buty1)amrriorii- 
urrfcis(uridecahydride^,84ika^ trifn^xrtyOammoniun^^ 
dicarbaurdecaborate)rtickelate(lll), tri(n4)utyl)amnrK>nium 

rate)cuprate(lll), tri(n4utyl)ammoniu^ tri(n-butyl)ammoni- 
urr*)is(nonariydrkie^7,8KijrT^ tri(rv4xjtyl)amnKmiumbis(r^^ 
dimethyl-7.8Kirarbaundecaborate^ tri(n4xjty0arrarioriiurrto^ 




(VII) 



wherein Et is an ethyl group. 




(VIII) 
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caborale)cobattate(lll), trisftri(n-butyOammonium)bis(undecahydr^ III), bispri(n- 

butyl)amrrx)niumjt)is{urxlecahydride>7- carbaundecaborate) manganate( IV) , bis[tri(n4xjtyl)arTimonjum]bis(und 
ar^ride-7-carbaundecaborate)cote and bisftri(n-butyl)ammoniumJbi^ 

rate)nickelate(IV). 

Th heteropory-cornpounds comprise a heteroatom such as silicon, phosphorus, titanium, germanium, arsenic or 
tin, and at least one potyatom selected from vanadium, niobium molybdenum and tungsten. For example, phosphova- 
nadic acid, germanovanacfic acid, arsenovanadic acid, phosphontobtc acid, germanontobic acid, siliconomolybdic acid, 
phosphomolybdic acid, titanomolybdic acid, gerrranomolybdic acid, arsenomolybdic acid, stannnomorybdic acid, phos- 
photungstic acid, germanotungstic acid, stannotungstic acid, phosphomorybdovanadic acid, phosphotungstovanadic 
acid, gerrrarKrtungstovanadic acid, phosphon^ybdotungstovanadic acid, germanonx>tybdotungstovanadic acid, phos- 
phomorybdotungstic acid and ptosphomolybdoniobic acid, saHs of these acid with a metal of Group 1 or 2 of the peri- 
odic table such as lithium, sodium, potassium, rubidium, cesium, beryllium, magnesium, calcium, strontium or barium, 
and further organic salts such as triphenyfethyl saHs of the above acids, as well as isopoly-compounds, but not limited 
thereto. 

The heteropoly-conpounds and isopoly-compounds mentioned above may be used singly or in combination of two 
or more kind. 

The ionizing ionic compounds (B-3) mentioned above can be used singly or in combination of two or more kinds. 

If the transition metal compounds according to the invention are used as catalyst in combination with the organoa- 
luminum oxy-compound (B-2) such as memylaluminaxane as a cocatalyst, olefin compounds can be polymerized with 
high polymerization activities, tf the ionized ionic compound (B-3) such as triphenylcarbonium tetrakis(pentatfluorophe- 
nyi)borate is used as a cocatalyst, polyolefins having a very high molecular weight is produced with good activities. 

In the olefin polymerization catalyst of the invention, the below-described carrier (C) can be used if necessary, in 
addition to the above-mentioned transition metal compound (A) and at least one compound (B) selected from the orga- 
nometallic compound (B-1), the organoaluminum oxy-compound (B-2) and the ionized ionic compound (B-3). 

fC) Carrier 

The carrier (C) fa use in the invention is an inorganic or organic compound in the form of granular or particulate 
solid. As the inorganic compound, porous oxide, inorganic chloride, clay, clay mineral or an ion-exchange layered com- 
pound is preferable- 
Examples of the porous oxides include SiO^ AI2O3, MgO, ZrO, Ti0 2 , B2O3, CaO, ZnO, BaO, ThO z ; and mixtures 
containing these oxides, such as SiO^-MgO, SrCfe-AI^, SiCVTiO^ Si0 2 -V 2 0 5 , Si0 2 -Cr 2 0 3 and Si0 2 -T10 2 -MgO- 
Preferable are compounds each containing at least one of SiO? and AI2O3 as the main component 

The inorganic oxides may contain a small amount of carbonate, sulfate, nitrate or oxide component such as 
Na 2 CQ3, K2CO3, CaCQa. MgCQj. Ha-SO*, AySO^, BaS0 4 . KNO3, Mg(N03) 2 , AlfNQafe. Na 2 0, K 2 0 or LiaO. 

Though the porous oxides tiffer in their properties depending on the type and the preparation process thereof, the 
carrier preferably used in the invention has a particle diameter of 1 0 to 300 jim, preferably 20 to 200 jim, a specific sur- 
face area of 50 to 1,000 m 2 /*), preferably 100 to 700 rrftg, and a pore volume of 0.3 to 3.0 crrrVg. The carrier can be 
used after calcined at 100 to 1,000 °C, preferably 150 to 700 °C, rf desired. 

Examples of the inorganic chlorides employable in the invention include MgCI 2 , MgBr 2 , MnC^ and MnBr 2 . In the 
invention, the inorganic chloride may be used as it is, or can be used after pulverized by a ball mill, a vfcration mill or 
the like. The inorganic chloride can be used as fine particles of a precipitate obtained by dissolving the inorganic chlo- 
ride in a solvent such as alcohol and then precipitating using precipitating agent 

The clay for use in the invention is generally constituted mainly of clay mineral. The ion-exchange layered-com- 
pound is a compound having a crystal structure wherein planes formed by ionic bonding or the like are laminated in par- 
allel to each other with a weak bond strength, and the ions contained therein are exchangeable. Most of day minerals 
are ion-exchange layered compounds. As the clay, the clay minerals and the ion-exchange layered compounds, not only 
natural ones but also synthetic ones are employable. 

Examples of such day, clay minerals and ion-exchange layered compounds include clay, clay minerals and ion 
crystalline compounds having layered crystal structures such as hexagonal closest packing type, antimony type, CdC^ 
type and Cd^ type. 

Particular examples of the day and the clay minerals indude kaolin, bentonrte, kibushi clay, gairome day, alio- 
phane, hisingerite, pyrophyflrte, mica, nrKXTtmorQJonjte, verrntculrte, chlorite, palygorskrte, kaoltnite, nacrite, dickfte and 
halloysite. Particular examples of the ion-exchange layered compounds include crystalline acid salts of polyvalent met- 
als, such as a-ZrpMAsO^-HgO, a-ZrtHPO^, a-ZrfKPO^SI^O, a-Ti(HPC>4) 2 , "TifHAsO^ • ^O, a- 
SnlHPO^ • HgO, rZrpHPO^, rTifHPO^ and rTifN^PO^ • H^O. 

As the clay, the day minerals and the ion-exchange layered compounds, preferabJ are those having a pore vol- 
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ume, as measured on pores having a radius of not less than 20 A by a mercury penetration method, of not less than 
0.1 cc/g, and particularly preferable are those having a pore volume of 0.3 to 5 cc/g. The pore volume is measured on 
the pores having a radius of^toSx^Abya mercury penetration method using a mercury porosimeter. When a 
compound having a pore volume, as measured on pores having a radius of not less than 20 A, of less than 0.1 cc/g is 
used, high polymerization activities are apt to be hardly obtained. 

ft is preferabl that the clay and the clay minerals for use in the invention ar subjected to chemical treatments. A 
surface treatment to remove impurities attached to the surface and a treatment having an influence on the crystal struc- 
ture of the clay are both available. Examples of such treatments include acid treatment, alkali treatment, saft treatment 
and organic matter treatment. The add treatment contrixjtes to not only removing impurities from the surface but also 
editing cations such as Al, Fe and Mg present in the crystal structure to thereby increase the surface area. The alkali 
treatment destroys the crystal structure of clay to bring about change in the structure of the clay. The saft treatment and 
the organic matter treatment can produce ionic complex, molecular complex or organic derivative to change the surface 
area or the distance between layers. 

In the ion-exchange layered compound for use in the invention, the exchangeable ions between layers can be 
exchanged with other large and bulky ions utilizing ion exchange properties, whereby a layered compound having 
enlarged distance between layers can be obtained. That is, the bulky ion plays a pillar-like roll to support the layer struc- 
ture and is called a "pillar. Introduction of other substances between layers of a layered material is called Intercala- 
tion". 

Examples of the guest compounds to be intercalated include cationic inorganic compounds, such as TICI4 and 
ZrQ 4 ; metallic aJcohdates, such as TifOR)* ZrtOR)* PO(OR)3 and B(OR) 3 (R is a hydrocarbon group or the like); and 
metallic hydroxide ions, such as [AI 13 0 4 (OH)2j 7+ , Pr 4 (OH) 14 f + and [Fe^CKOCOCH^eT- These compounds can be 
used singly or in combination of two or more kinds. Intercalation of these compounds can be carried out in the presence 
of polymers obtained by hydrolysis of metallic alcoholates such as SifOR)* AI(OR)3 and Ge(OR) 4 (R is a hydrocarbon 
group or the like) or in the presence of colloidal inorganic compounds such as Si0 2 . Examples of the pillars include 
oxides produced by intercalation of the above-mentioned hydroxide ions between layers and then dehydration under 
heating. 

The clay, clay minerals and the ion-exchange layered compounds mentioned above may be used as they are. or 
may be used after subjected to a treatment of ball milling, sieving or the like. Moreover, they may be used after sub- 
jected to water adsorption or dehydration under heating. The clay, clay minerals and the ion-exchange layered com- 
pounds may be used singly or in combination of two or more kinds. 

Of the above-mentioned materials, preferable are day and clay minerals, and particularly preferable are montmo- 
rillonrte, verrriculrte, pectolite, tenidrte and synthetic mica. 

The organic compound is, for example, a granular or particulate organic compound having a particle diameter of 
10 to 300 |un Examples of such compounds include (co)polymers produced using, as main components, a-olefins of 
2 to 1 4 carbon atoms such as ethylene, propylene, 1 -butene and 4-methyl-1 -pentene. (co)polymers produced using, as 
a main component, vinylcydohexane or styrene, and modified products thereof. 

In the olefin polymerization catalyst of the invention, the below-descrbed specific organic compound (D) can be 
used if necessary, in addition to the transition metal compound (A) , at least one compound (B) selected from the orga- 
nometallic compound (B-1), the organoaluminum OKy-compound (B-2) and the ionized ionic compound (B-3), and the 
fine particle carrier (C). 

(D) Organic compound component 

The organic compound component which can be used rf necessary functions to improve pdymerizabiKty and prop- 
erties of the resulting pdymers. Examples of the organic compounds include alcohol, a phendic compound, a carbox- 
ylic acid, a phosphorus compound and sulfonate, but the organic compound employable in the invention is not limited 
thereto. 

The alcohd and the phendic compound are represented by Fr^-OH wherein R 31 is a hydrocarbon group of 1 to 50 
carbon atoms or a halogenated hydrocarbon group of 1 to 50 carbon atoms. The alcohd is preferably a halogen atom- 
containing hydrocarbon. The phendic compound is preferably a phendic compound wherein the a,a'-position of the 
hydroxy! group is substituted with a hydrocarbon group of 1 to 20 carbon atoms. 

The carbcxylic acid is represented by R^-COOH wherein R 32 is a hydrocarbon group d 1 to 50 carbon atoms or 
a halogenated hydrocarbon group of 1 to 50 carbon atoms, preferabfy a halogenated hydrocarbon group of 1 to 50 car- 
bon atoms. 

Preferred exarrples d the phosphorus compounds include phosphoric acids having P-O-H bond, phosphates hav- 
ing P-OR bond or P=0 bond, and phosphine oxide compounds. 
The sulfonate is represented by th fdtowing formula (IX): 
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(IX) 



wherein M is an atom of Group 1 to Group 1 4 of the periodic table; R is a hydrocarbon group of 1 to 20 carbon atoms 
or a halogenated hydrocarbon group of 1 to 20 carbon atoms; X is a hydrogen atom, a halogen atom, a hydrocarbon 
group of 1 to 20 carbon atoms or a halogenated hydrocarbon g/oup of 1 to 20 carbon atoms; m is an integer of 1 to 7; 
andn£rt£7. 

Fig. 1 shows steps for preparing the first olefin polymerization catalyst according to the invention. 
In the polymerization, the components can be used in any way and in any order. Some examples of the processes 
are given below. 

(1) The component (A) and at least one component (B) selected from the organometallic compound (B-1), the orga- 
noaJuminum oxy-compound (B-2) and the ionized ionic compound (B-3) (referred to simply as "component (B) N 
hereinafter) are fed to the polymerization reactor in an arbitrary order. 

(2) A catalyst obtained by previously contacting the component (A) with the component (B) is fed to the polymeri- 
zation reactor. 

(3) A catalyst component obtained by previously contacting the component (A) with the component (B), and the 
component (B) are fed to the polymerization reactor in an arbitrary order. In this case, the components (B) may be 
the same or different. 

(4) A catalyst component wherein the component (A) is supported on the carrier (C), and the component (B) are 
fed to the polymerization reactor in an arbitrary order. 

(5) A catalyst component wherein the component (A) and the component (B) are supported on the carrier (C) is fed 
to the polymerization reactor. 

(6) A catalyst component wherein the component (A) and the component (B) are supported on the carrier (C), and 
the component (B) are fed to the polymerization reactor in an arbitrary order. In this case, the components (B) may 
be the same or different 

(7) A catalyst component wherein the component (B) is supported on the carrier (C), and the component (A) are 
fed to the polymerization reactor in an arbitrary order. 

(8) A catalyst component wherein the component (B) is supported on the carrier (C), the component (A) and the 
component (B) are fed to the polymerization reactor in an arbitrary order. In this case, the components (B) may be 
the same or different. 

(9) A component wherein the component (A) is supported on the carrier (C) and a component wherein the compo- 
nent (B) is supported on the carrier (C) are fed to the polymerization reactor in an arbitrary order. 

(10) A component wherein the component (A) is supported on the carrier (C), a component wherein the component 
(B) is supported on the component (C), and the component (B) are fed to the rjolymerization reactor in an arbitrary 
order. In this case, the components (B) may be the same or different 

(11) The component (A), the component (B) and the organic compound component (D) are fed to the polymeriza- 
tion reactor in an arbitrary order. 

(12) A component obtained by previously contacting the component (B) with the component (D), and the compo- 
nent (A) are fed to the polymerization reactor in an arbitrary order. 

(13) A component wherein the component (B) and the component (D) are supported on the carrier (C), and the 
component (A) are fed to the polymerization reactor in an arbitrary order. 

(14) A catalyst component obtained by previously contacting the component (A) with the component (B), and the 
component (D) are fed to the polymerization reactor in an arbitrary order. 

(15) A catalyst component obtained by previously contacting the component (A) with the component (B), the com- 
ponent (B) and the component (D) are fed to the polymerization reactor in an arbitrary order. 

(16) A catalyst component obtained by previously contacting the component (A) with the component (B), and a 
component obtained by previously contacting the component (B) with the component (D) are fed to the porymeri- 
zation reactor in an arbitrary order. 

(1 7) A component wherein the component (A) is supported on the carrier (C) , the component (B) and th compo- 
nent (D) are fed to the polymerization reactor in an arbitrary order. 
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(18) A component wherein the component (A) is supported on the carrier (C) and a component obtained by con- 
tacting the component (B) with the component (D) are fed to th polymerization reactor in an arbitrary order. 

(19) A catalyst component obtained by previously contacting the component (A), th component (B) and the com- 
ponent (D) with each other is led to the polymerization reactor. 

(20) A catalyst component which is obtained by previously contacting th component (A), the component (B) and 
the component (D) with each other, and the component (B) are fed to the polymerization react r in an arbitrary 
order. In this case, the components (B) may be the same or different 

(21) A catalyst component wherein the component (A), the component (B) and the component (D) are supported 
on the carrier (C) is fed to the polymerization reactor. 

(22) A catalyst component wherein the component (A), the component (B) and the component (D) are supported 
on the carrier (C). and the component (B) are fed to the polymerization reactor in an arbitrary order. In this case, 
the components (B) may be the same or different. 

An olefin may be prepolymerized onto the solid catalyst component wherein the component (A) and the component 
(B) are supported on the carrier (C). 

In the process for olefin polymerization according to the invention, an olefin is polymerized or copolymerized in the 
presence of the abcve-descrtoed olefin polymerization catalyst to obtain an olefin polymer. 

In the present invention, the polymerization can be carried out as any of liquid phase polymerization, such as solu- 
tion polymerization or suspension polymerization, and gas phase polymerization. 

Examples of the inert hydrocarbon media used in the liquid phase polymerization include aliphatic hydrocarbons, 
such as propane, butane, perrtane, hexane, heptane octane, decane, dodecane and kerosine; alicydic hydrocarbons, 
such as cydopentane, cydohexane and methylcyclopentane; aromatic hydrocarbons, such as benzene, toluene and 
xylene; halogenated hydrocarbons, such as ethylene chloride, chlorobenzene and dichlorom ethane; and mixtures of 
these hydrocarbons. The olefin itself can be used as the solvent. 

In the polymerization of an olefin using the olefin polymerization catalyst, the component (A) is used in an amount 
of usually 1 0* 1 2 to 1 0" 2 mol, preferably 1 0~ 1 0 to 1 0~ 3 mol, based on 1 liter of the reaction volume. In the present invention, 
an olefin can be polymerized with high polymerization activities, even if the component (A) is used in a relatively low 
concentration. 

The component (B-1) is used in such an amount that the molar ratio of the component (B-1 ) to the transition metal 
atom (M) in the component (A) ((B-1)/(M)) becomes usually 0.01 to 100,000, preferably 0.05 to 50,000. The component 
(B-2) is used in such an amount that the molar ratio of the aluminum atom in the component (B-2) to the transition metal 
atom (M) in the component (A) ((B-2)/[M)) becomes usually 10 to 500,000, preferably 20 to 100,000. The component 
(B-3) is used in such an amount that the molar ratio of the component (B-3) to the transition metal atom (M) in the com- 
ponent (A) ((B-3)/(M)) becomes usually 1 to 10, preferably 1 to 5. 

The ratio of the component (D) to the component (B) is as follows. When the component (B) is the component (B- 
1), the component (D) is used in such an amount that the (D)/(B-1) ratio by mol becomes 0.01 to 10, preferably 0.1 to 
5. When the component (B) is the component (B-2), the component (D) is used in such an amount that the molar ratio 
of the component (D) to the aluminum atom in the component (B-2) ((D)/(B-2)) becomes 0.001 to 2, preferably 0.005 to 
1. When the component (B) is the component (B-3), the component (D) is used in such an amount that the (D)/(B-3) 
ratio by mol becomes 0.01 to 10, preferably 0.1 to 5. 

The temperature for the olefin polymerization using the olefin polymerization catalyst is in the range of usually -50 
to 200 °C, preferably 0 to 170 °C. The porymerization pressure is in the range of usually atmospheric pressure to 100 
kg/cm 2 , preferably atmospheric pressure to 50 kg/cm 2 . The polymerization reaction can be carried out by any of batch- 
wise, semi-continuous and continuous processes. The polymerization can be conducted in two or more stages under 
different reaction conditions. 

The molecular weight of the resulting polymer can be adjusted by allowing hydrogen to exist in the polymerization 
system or by varying the polymerization temperature. Further, the molecular weight can be adjusted also by using the 
component (B) of different type. 

Examples of the olefins which can be polymerized using the olefin polymerization catalyst include: 

straight-chain or branched a-olefins of 2 to 30, preferably 3 to 20 carbon atoms, such as ethylene, propylene, 1- 
butene, 1 -pentene, 3-rrtethyM-butene, 1-hexene, 4-methyl-1 -pentene, 3-methyl-1 -pentene, 1-octene, 1-decene, 1- 
dodecene, 1-tetradecene, 1-hexadecene. 1-octadecene and 1-eicosene; and 

cydodefins of 3 to 30, preferably 3 to 20 carbon atoms, such as cydopentene, cydoheptene, norbomene, 5- 
methyl-2-rKXbornene, tetracydododecene and 2-methyH ,4,5,8<Jimethano-1 ,2,3,4,4a,5,8,8a-c<rtahydronaprTtha- 
lene. 

Also employable are polar monomers. Examples of such monomers indude ccp-unsaturated carboxylic acids, such 
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as acryBc acid, methacrylic acid, fumaric acid, maletc anhydride, itaconic acid, itaconic anhydride and b(cyclo(2,2,1)-5- 
heptene-2,3<ficartx)xy!lc acid; metallic salts of these acids, such as socfium salts, potassium salts, lithium salts, zinc 
salts, magnesium salts and calcium salts; <x,p-unsaturated carboxytic esters, such as methyl acrylate, ethyl acrylate, n- 
propyl acrylate, isopropyl acrylate, n-butyl acrylate, isobutyl acrytate, tert-butyl acrylate, 2-ethylhexyl acrylat , methyl 
methacrylate, ethyl methacrylate, n-propyl methacrylate, isopropyl methacrylate, n-butyl methacryiate and isobutyl 
methacrylate; vinyl esters, such as vinyl acetate, vinyl propionate, vinyl caproate, vinyl caprate, vinyl laurat , vinyl stea- 
rate and vinyl trifluoroacetate; and unsaturated glycidyl esters, such as glycidyl acrylate, glycidyl methacrylate and 
monoglycidyl itaconate. Furthermore, vinylcydohexane, diene, polyene and the like are also employable The diene and 
the polyene are cyclic or chain compounds having 4 to 30, preferably 4 to 20 carbon atoms and having two or more dou- 
ble bonds. Examples of such compounds include butadiene, isoprene, 4-methyl-1 ,3-pentadiene, 1,3-pentadiene, 1,4- 
pentadiene, 1 ,5-hexadiene, 1,4-hexadiene, 1,3-hexacfiene, 1,3-octadiene, 1 ,4-octacfiene, 1,5-octadiene, 1 ,6-octacfiene, 
1 ,7-octadiene, ethylidene norbomene, vinyl norbomene and dicyclopentadiene; 

7-methyl-1 ,6-octadiene, 4-ethylidene-8-methy1-1,7-nonacfiene, 5,9-dimethyl-1 ,4,8-decatriene; and further 
aromatic vinyl compounds such as mono or poly alkyistyrenes (e.g., styrene, o-methylstyrene, m-methylstyrene, p- 
methytetyrene, o,p-di methyl styrene, o-ethytstyrene, m-ethyl styrene and p-ethylstyrene), functional groip-contain- 
ing styrene derivatives (&g., methoxystyrene ethoxystyrere, vinylbenzoic acid, methyl vinylbenzoate, vinyl benzyl 
acetate, hydroxystyrene, o-chlorostyrene, p-chlorostyrene and drvinytbenzene); and 
3-phenylpropyrene, 4-phenytpropyrene and a-methytetyrene. 

The olefin polymerization catalyst of the invention exhibits high polymerization activities, and by the use of the cat- 
alyst, polymers of narrow molecular weight distribution can be obtained. When two or more kinds of olefins are used, 
olefin copolymers of narrow composition distribution can be obtained. 

The olefin polymerization catalyst of the invention can be used also for the copolymerization of an a-defin and a 
conjugated diena 

Examples of the a-olef ins used herein include the same straight-chain or branched a-olefins of 2 to 30, preferably 
2 to 20 carbon atoms as descrbed above. Of these, preferable are ethylene, propylene, 1 -butene, 1 -pentene, 1 -hexene, 
4-methyi-1 -pentene and 1-octena Particularly preferable are ethylene and propylene. These a-olefins can be used sin- 
gly or in combination or two or more kinds. 

Examples of the conjugated dienes include aliphatic conjugated dienes of 4 to 30, preferably 4 to 20 carbon atoms, 
such as 1 ,3-butadiene, isoprene, chloroprene, 1 ,3-cyclohexadiene, 1,3-pentadiene, 4-methyM ,3-pentadiene, 1.3-hex- 
adiene and 1 ,3-octadiena These conjugated dienes can be used singly or in combination of two or more kinds. 

In the copolymerization of the a-olefin and the conjugated diene. non-conjugated diene or polyene is further 
employable, and examples thereof include 1,4-pentadiene, 1 ,5-hexadiene, 1,4-hexadiene, 1,4-octadiene, 1,5-octadi- 
ene, 1 ,6-octadiene, 1 ,7-octadiene, ethylidene norbomene, vinyl norbomene, dicyclopentadiene, 7-methyl-1 ,6-octadi- 
ene, 4-ethylidene-8-methyi-1 ,7-nonadiene, 5,9-cfimethyM ,4,8-decatriene. 

Second olefin porymerization catalyst 

The second olefin polymerization catalyst according to the invention is formed from: 

(A*) a transition metal compound represented by the below-described formula (II), and 
(B) at least one compound selected from: 

(B-1) an organometallic compound, 

(B-2) an organoaluminum oxy-compound, and 

(B-3) a compound which reacts with the transition metal compound (A*) to form an ion pair. 

First, the components for forming the olefin polymerization catalyst of the invention are described. 

( A1 Transition metal compound 

The transition metal compouxJ (A*) for use in the invention is a transition metal compound represented by the fol- 
lowing formula (II): 
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wherein M is a transition metal atom of Group 3 to Group 1 1 of the periodic table, 

R 1 to R 10 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocyclic compound residue, an oxygen-containing group, a nitrogen-containing group, a boron-containing 
group, a sulfur-containing group, a phosphorus-containing group, a silicon-containing group, a germanium-contain- 
ing group or a tin-containing group, and two or more of them may be bonded to each other to form a ring, 
n is a number satisfying a valence of M. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing 
group, a nitrogen-containing group, a boron-containing group, an aluminum-containing group, a phosphorus-con- 
taining group, a halogen-containing group, a heterocyclic compound residue, a silicon-containing group, a germa- 
nium-containing group or a tin-containing group, and when n is 2 or greater, plural groups X may be the same or 
different and may be bonded to each other to form a ring, and 

Y is a divalent bonding group containing at least one element selected from the group consisting of oxygen, sulfur, 
carbon, nitrogen, phosphorus, siBcon, selenium, tin and boron, and when it is a hydrocarbon group, the hydrocar- 
bon group has 3 or more carbon atoms. 

It is preferable that at least one of R 6 and R 1 °, especially both of them, in the formula (It) is a halogen atom, a hydro- 
carbon group, a heterocyclic compound residue, an oxygen-containing group, a nitrogen-containing group, a boron- 
containing group, a sulfur-containing group, a phosphorus-containing group, a silicon-containing group, a germanium- 
containing group or a tin-containing g/oup. 

AsM, R 1 to R 10 and X in the formula (II), there can be used the same groups as mentioned for M, R 1 to R 6 andX 
in the formuia(l). respectively. Specific examples of Y are described later on. 

The transition metal compound represented by the formula (II) is preferably a transition metal compound repre- 
sented by the following formula (ll-a): 




(II-a) 



wherein M is a transition metal atom of Group 3 to Group 11, preferably Group 4 or 5, more preferably Group 4, of the 
periodic table, for example titanium, zirconium and haffnium, especially titanium. 

R 1 to R 10 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
hyoYocarborv^ubstituted sflyl group, an alkoxy group, an arytoxy group, an ester group, an amido group, an amino 
group, a suffonamido group, a cyano group or a nrtro group, and two or more of them may be bonded to each other 
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to form a ring, 

n is a number satisfying a valence off M, usually an integer of 0 to 4, preferably 1 to 4, more preferably 1 to 3. 
X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, an oxygen-containing group, 
a surfur-containing group or a silicon-containing group, and when n is 2 or greater, plural groups may be the same 
or different and may be bonded to each other to form a ring. 

Y is a divalent bonding group containing at least one element selected from the group consisting of oxygen, sulfur, 
carbon, nitrogen, phosphorus, silicon, selenium, tin and boron, and when it is a hydrocarbon group, the hydrocar- 
bon group has 3 or more carbon atoms. 

The main chain of the bonding group Y has a structure comprising preferably 3 to 40, more preferably 4 to 10 
atoms. The bonding group may have a substituertt 

ft is preferable that at least one of R 6 and R 10 , preferably both of them in the formula (ll-a) is a halogen atom, a 
hydrocarbon group, a hydrocarton-substituted sifyi group, an alkoxy c^oup, an aryloxy group, an ester group, an amido 
group, an amino group, a suHbnamkJo group, a cyano group or a nrtro group. 

Specific examples of X and R 1 to R 10 in the formula (ll-a) are the same as mentioned for X and R 1 to R 6 in the for- 
mulae (I) and (l a). X is particularly preferably a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms or a sutfi- 
nato group. When n is 2 or greater, plural groups X may be bonded to each other to form a ring such as an aromatic 
ring or an aliphatic ring. 

Specific examples of the divalent bonding groups include chalcogen atoms, such as -O, -S- and -Se-; nitrogen- or 
phc«phorus-containing groups, such as -NH-, -NfCHa)-, -PH- and -PfCHa)-; silicon atom-containing groups, such as - 
SiKfe- and -S^CH^; tin atom-containing groups, such as -SnH 2 - and -SnfCH^; and boron atom-containing groups, 
such as -BH-, -BfChy and -BF. Examples of the hydrocarbon groups include saturated hydrocarbon groups of 3 to 20 
carbon atoms, such as -(Cl-y^, -(CH^- and -(CH^-; cyclic saturated hydrocarbon groups, such as cyclohexylidene 
and cyclohexylene; groups wherein these saturated hydrocarbon groups are partially substituted with 1 to 10 groups or 
atoms selected from hydrocarbon groups, halogen atoms (e.g., fluorine, chlorine and bromine) and hetero atoms (e.g., 
oxygen, sulfur, nitrogen, phosphorus, silicon, selenium, tin and boron); residual groups of cyclic hydrocarbons of 6 to 
20 carbon atoms, such as benzene, naphthalene and anthracene; residual groups of cyclic compounds containing het- 
ero atoms and having 3 to 20 carbon atoms, such as pyridine, quindine, thiophene and furan. 

Examples of the transition metal compounds represented by the formula (II) are given below, but the transition 
metal compounds are not limited to those examples. 
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In the above examples. Me is methyl. Ph is phenyl. 

In the present invention, transition metal compounds wherein titanium is replaced with other metals than titanium, 
such as zirconium or hafnium, in the above-exemplified compounds are also employabla 

In the second olefin polynienzation catalyst according to the invention, the transition metal compound (A*) can be 
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used in combination with other transition metal compounds, as for the aforesaid transition metal compound (A). Exam- 
ples of the other transition metal compounds include the aforesaid compounds (a-1) to (a-8). 

In the second olefin polymerization catalyst accorcfing to the invention, examples of the organometallic compounds 
(B-1 ), the organoalummum oxy-compounds (B-2) and the compounds which react with th transition metal compound 

5 (A) to form an ion pair include those previously described. 

Inth second olefin polymerization catalyst according to th invention, th aforesaid carrier (C) can be used if nec- 
essary, in addition to the abovementioned transition metal compound (A*) and at least one compound (B) selected from 
the organometallic compound (B-1), the organoaluminum oxy-compound (B-2) and the ionized ionic compound (B-3), 
as in the first olefin polymerization catalyst. Further, the aforesaid specific organic compound (D) can also be used if 

10 necessary. 

Fig. 2 shows steps for preparing the second olefin polymerization catalyst according to the invention. 
The second olefin polymerization catalyst according to the invention can be used for polymerizing the same olefins 
under the same conditions as descrfoed for the first olefin polymerization catalyst 

is Novel transition metal compound 

The novel transition metal compound according to the invention is represented by the following formula (III): 




35 wherein M is a transition metal atom of Group 4 or Group 5 of the periodic table, 
m is an integer of 1 to 3, 

R 1 is a hydrocarbon group, a hydrocarbon-substituted stlyl group, a hydrocarbon-substituted siloxy group, an alkoxy 
group, an alkytthio group, an aryfoxy group, an arytthio group, an ester group, a thioester group; a suKonester group 
or a hyc&oxyl group, 

40 R 2 to R 5 may be the same or different and are each a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocyclic compound residue, a hydrocarbon-substituted silyl youp, a hydrocarbon-substituted siloxy group, an 
alkoxy group, an alkytthio group; an aryloxy group, an arytthio group; an ester group, a thioester group; an amido 
group; an tmido group, an amino group; an imino group, a suHonester group, a sulfonamido group, a cyano group, 
a nrtro group, a carboxyl group, a suffo group, a mercapto group or a hydroxy! group, 

45 R 6 is a halogen atom, a hydrocarbon group, a hycbocajtxxv^ubstrtuted silyl group, a hydrocarbon-substituted siloxy 
group; an alkoxy group, an alkytthio group; an aryloxy group, an arytthio group, an ester group, a thioester group, 
an amido group, an imido group, an imino group, a suffonester group, a sulfonamido group or a cyano <poup, 
two or more of R 1 to R 6 may be bonded to each other to form a ring, 

so when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 

groups R 1 are not bonded to each other, 
n is a number satisfying a valence of M, and 

X is a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing group, a nitrogen- 
containing group, a boron-containing group, an afonrdnunrvcontaining group, a ptosphoois-corrtaining group, a 
55 hatogerHXVTtaining group; a heterocyclic compound residue, a silicon-containing group, a gerrnanium-contain- 

ing group or a tirvcontaining group; and when n is 2 or cheater, plural groups X may be the same or different 
and may be bonded to each other to form a ring. 
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As the transition metal compound of the formula (111), preferable is a transit! n metal compound represented by the 
following formula (lll-a). 



w 



15 




MX, 



-Til 



(III-a) 



In the formula (lll-a), M is a transition metal atom of Group 4 or Group 5 of the periodic table, specifically titanium, 
zirconium, hafnium, vanadium, niobium or tantalum. 
20 m is an integer of 1 to 3, preferably 2. 

R 1 to R 5 may be the same or different and are each a hydrocarbon group, an altoxy group or a hydrocarbon-sub- 
stituted silyl group. 

R 6 is a halogen atom, a hydrocarbon group, a frydrocarbon-substrtuted silyl group, an altoxy group, an alkyfthb 
group or a cyano group. 
25 Two or more of R 1 to R 6 may be bonded to each other to form a ring. 

When m is 2 or cheater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the groups 
R 1 are not bonded to each other. 

n is a number satisfying a valence of M. 

X is a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing group, a nrtrogervcon- 
30 taining group, hafogen-containing group or a silicon-containing group. 

Preferable X is a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocarbon group 
of 1 to 20 carbon atoms, an cscygen-containing, a sulfur-containing group or a silicon containing group. 

When n is 2 or greater, plural groups X may be the same or different and may be bonded to each other to form a 

ring. 

35 Specific examples of R 1 to R 6 and X include those described for the above-mentioned formula (I). 
Some examples of the novel transition metal compounds are given below. 
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35 

General process for preparing transition metal compound 

The transition metal compounds of the formulae (I), (I I) and (III) can be prepared by any processes without specific 
limitation, for example, in the manner as described below. First the ligand composing the transition metal compound 

40 can be obtained by reacting a salicylaldehyde compound with a primary amine compound of the formula R 1 -NH2 
(where R 1 has the meanings as described above), for example an aniline compound or an alkytamine compound. In 
more detail, both starting compounds are dissolved in a solvent, for example those commonly used in such reactions, 
preferably alcohols such as methanol and ethanol, and hydrocarbon solvents such as toluene. The resulting solution is 
stirred for about 1 to 48 hours at room temperature to a reflux temperature to obtain the corresponding ligand in a good 

45 yield 

In the preparation of ligands, catalysts for example acid catalysts such as formic acid, acetic acid and toluenesul- 
fonic acid can be used. In order to proceed the reaction effectively, it is also possible to use dehydrating agents such as 
molecular sieves, magnesium sulfate and sodium sulfate or to perform dehydration by the Dean Stark method. 

The ligand thus obtained can then be reacted with a transition metal M-containing compound, to synthesize the 
so desired transition metal compound. Specifically, the ligand is dissolved in a solvent, and if necessary, is contacted with 
a base to prepare a phenoxide salt, followed by mixing with a metal compound such as a metallic halide or a metallic 
alkylate at a low temperature and stirring for about 1 to 48 hours at -78°C to room temperature or under reflux. Any sol- 
vents usuaDy used in such reactions may be employed and preferable are polar solvents such as ethers, e.g., tetrahy- 
drofuran (THF) and hydrocarbon solvents such as toluene. Examples of the bases which may be used for preparing the 
55 phenoxide salt include, but not limited to metallic salts, such as lithium satis (eg., rvbutyilrthium) and sodium salts (&g., 
sodium hydride) and organic bases such as triethylamine and pyricfine. 

Depending on th properties of the cxxripound, the step of preparing th phenaxid salt may be omitted, and th 
ligand can be directly reacted with the metal compound to synthesize the corresponding transition metal compound. 
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Further, it is possible that the transition metal M in the synthesized compound is replaced with another transition 
metal by conventional methods. Furthermore, any one of R 1 to R 6 which is H can be substituted by a substituent other 
than H at any synthesis steps. 

Th novel transition metal compound represented by the formula (III), preferably the formula (Ill-a), can be favora- 
5 biy used as an olefin pdymerization catalyst. 

If th transition metal compound is used as an olefin polymerization catalyst, (co)polymers of narrow molecular 
weight distribution can be synthesized with high polymerization activities. 

g-Olef in/conjugated dene copolymer 

10 

The a-olef in/conjugated diene copolymer according to the invention comprises 1 to 99.9 % by md of constituent 
units derived from an a-olef in and 99 to 0.1 % by mol of constituent units derived from a conjugated diene, and prefer- 
ably comprises 50 to 99.9 % by mol of constituent units derived from an a-olef in and 50 to 0. 1 % by mol of constituent 
units derived from a conjugated diene. 

is Examples of the o-olefins include the same straight-chain or branched a-olef ins of 2 to 30, preferably 2 to 20 car- 
bon atoms as described above Of these, preferable are ethylene, propylene, 1-butene, 1-pentene, 1-hexene, 4-methyl- 
1-pentene and 1-octene. Particularly preferable are ethylene and propylene. These a-olef ins can be used singly or in 
combination or two or more kinds. 

Examples of the conjugated dienes include aliphatic conjugated dienes of 4 to 30, preferably 4 to 20. preferably 4 

20 to 20 carbon atoms, such as 1,3-butadiene, isoprene, chloroprene, 1 ,3-cyclohexadiene, 1 ,3-pentadiene, 4-methyM ,3- 
pentadiene, 1 ,3-nexadiene and 1 ,3-octadiene. These conjugated dienes can be used singly or in combination of two or 
more kinds. 

In the copdymerization of the a-olef rn and the conjugated diene, non-conjugated diene or polyene is further 
employable, and examples thereof include 1 ,4-pentadiene, 1 ,5-hexadiene, 1,4-hexadiene, 1 ,4-octadiene, 1,5-octadi- 

25 en , 1 ,6-octadiene, 1.7-octadiene, ethylidene norbornene, vinyl norbornene, dicydopentadiene, 7-methyl-1 ,6-octadi- 
ene, 4-ethytkJerie-8-methyM ,7-nonadiene, 5,9-dimethyl-1 ,4,8-decatriene. 

In the polymer chain of the a-olef in/conjugated diene copolymer of the invention, the content of 1 ,2-cydopentane 
skeleton derived from the conjugated diene is not more than 1 % by mol, preferably such a content that the 1,2- 
cydopentadiene skeleton can be regarded to be substantially not contained (i.e., less than 0.1 % by mol). When the 

30 content of the 1 ,2-cydopentane skeleton is less than 0.1 % by mol, the content is regarded to be lower than the detec- 
tion limit and is not introduced into the calculation of all the conjugated diene units. 

In the polymer chain of the a-olef in/conjugated diene copolymer of the invention, the proportion of the 1,2- 
cydopentane skeleton to all the diene units is not more than 20 %. preferably not more than 10 %. The proportions of 
other insertions of the dienes (eg., 1 ,4-cis, 1 ,4-trans, 1 ,2-vinyi) in the a-olef in/conjugated dene copolymer are arbitrary. 

35 The proportions can be determined by 1 3 C-NMR and 1 H-NMR in accordance with the method described in "Die Makro- 
molekulare Cherree", volume 192, p. 2591 (1991). 

The a-olefin/conjugated diene copolymer has a molecular weight distrftxition (Mw/Mn) of not more than 3.5 and 
has a uniform composition distribution. The weight average molecular weight (Mw) of the copolymer is not less than 
1 ,000, preferably not less than 5,000. 

40 Since the a-olefin/conjugated diene copolymer has double bonds in its main chain or side chain, it can be variously 
modified. For example, by virtue of modification with a peroxide, the double bonds can be epoxidized to introduce epoxy 
groups of high reactivity into the copolymer. Such a modification makes the copolymer possible to be used as a ther- 
moplastic resin or a reactive resin. The double bonds can also be utilized in the Diels- Alder reaction or the Michael addi- 
tion reaction. Further, in case of the copolymer having double bonds in the main chain, the copolymer can be improved 

45 in heat resistance and ozone resistance by selectively hydrogenating the double bonds to saturate them. 

The a-ole#iri/conjugated diene copolymer of the invention may be mocfified partially or fully with an unsaturated car- 
boxy! ic acid, its derivative a an aromatic vinyl compound, and the degree of modification is preferably in the range of 
0.01 to 30% by weight 

The monomer used for the modification (referred to as "graft monomer hereinafter) is, for example, an unsaturated 
so carboxytic acid, its derivative or an aromatic vinyl compound. Examples of the unsaturated carboxytic acids indude 
acrylic add, methacryfic acid, maleic acid, fumaric acid and itaconic acid. Examples of the derivatives of unsaturated 
carboxylic acids include acid anhydrides, esters, amides, imides and metallic salts thereof, such as maleic anhydride, 
citraconic anhydride; itaconic anhydride, methyl acrylate, methyl methacrylate, ethyl acrylate, ethyl methacrylate, butyl 
acrylate, butyl methacrylate, gjycidyl acrylate, glycidyl methacrylate, monoethyi maleate, cfi ethyl maleate, monornethyl 
55 fumarate, dimethyl fumarate, rnoriomethyl itaconate, diethyl itaconate, acrylamide, methacrylamide, maleic acid 
mortoamide, maleic acid cSamide, maleic actd-N-monoethylamide, maleic acid-N,N-diethylamide, maleic acid-N- 
rnonobutylamide, maleic acki-N.N-dibutylarrede, fumaric acid rronoarnid , fumaric acid diamide, fumaric add-N- 
monoethytarnide, fumaric acid-N.N-tiethylamide, fumaric acid-N-monobutytamide, fumaric acid-N, N-dibutytamide. 
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maleimide, N-butytmaleimide, N-phenylmaleimide, sodium acrytate, sodum methacrylate, potassium acrylate and 
potassium methacrytata Of the graft monomers, maleic anhydride is preferably employed. 
Examples of the aromatic vinyl compounds include: 

styrene; 

mono or pdyalkylstyrenes, such as o-methytstyrene, m-methylsryrene, p-methylstyrene, o,p-dimethyistyren , o- 
ethytstyrene, m-ethytetyrene and p-ethytstyrene; 

functional group-containing styrene derivatives, such as methoxystyrene, ethoxystyrene, vinylbenzoic acid, methyl 
vinytbenzoate, vinylbenzyl acetate, hydroxystyrene, o-chlorostyrene, p-chlorostyrene and divinylbenzene; and 
others, such as 3-phenytpropylene, 4-phenytxrtene and a-methytstyrene. Of these, styrene or 4-methoxystyrene is 
preferable. 

For graft copolymerizing the a-def in/conjugated diene copolymer with the graft monomer to prepare a modified 
copolymer, various known processes are available. 

For example, the a-def in/conjugated diene copolymer and the graft monomer are heated at a high temperature in 
the presence or absence of a solvent and in the presence or absence of a radical initiator to perform graft copofymeri- 
zation. In the reaction, the graft monomers may be used in combination. 

In order to prepare a partially or wholly graft-modified a-def in/conjugated diene copolymer having a graft ratio of 
0.01 to 30 % by weight, it is preferable from the viewpoint of industrial production that a graft-modified a-def in/conju- 
gated diene copolymer having a higpi graft ratio is prepared and the thus graft-modified copolymer is then mixed with 
an unmodified a-olefin/conjugated diene copolymer to adjust the graft ratio, because the concentration of the graft mon- 
omer in the composition can be adjusted as desired. It is also possible that a given amount of a graft monomer is 
blended with the a-olefin/conjugated diene copolymer from the first to perform graft modification. 

Referring to the degree of modification of the a-olefin/conjugated diene copolymer with the graft monomer, the graft 
ratio to the whole resin composition is in the range of preferably 0.01 to 30 % by weight, particularly preferably 0.05 to 
10% by weight 

The a-defin/conjugated diene copolymer of the invention (including the above-mentioned modified product) may 
be blended with (i) a polyolefin resin and optionally, with (iQ a filler to form resin compositions useful for various appli- 
cations. 

(\) Polvolefin resin 

The polyolefin resin (i) which may be blended with the a-olefin/conjugated diene copolymer of the invention may be 
any of a crystalline polyolefin and an amorphous polyolefin, or may be a mixture of thse polyolefin resins. 

The crystalline polyolefin is, for example, a homopolymer or a copolymer of an a-olef in of 2 to 20 carbon atoms or 
a cycloolefin. The amorphous polyolefin is, for example, a copolymer of one or more a-olef ins of 2 to 20 carbon atoms 
and one or more cyctodefins. 

Examples of the a-def ins of 2 to 20 carbon atoms include ethylene, propylene, 1 -butene, 2-butene, 1 -pentene, 1 - 
hexene, 4-methyl-1 -pentene, 4.4-dimethyt-1 -pentene, 3-methyM -pentene, 4~methyM -hexene, 3-ethyM -hexene, 4- 
ethyM -hexene, 4,4-dimethyi-1 -hexene. 1-octene, 3-methyt- 1 -butene, 1-nonene, 1-decene, 1-undecene, 1-dodecene, 
1-tetradecene, 1-hexadecene, 1-octadeceneand 1-eicosene. 

Examples of the cyctoolefins include cyctopentene, cydoheptene, cydohexene, norbornene, 5-ethyl-2-norbornene, 
tetracydododecene and 2-ethyM ,4,5,8-cfimethano-1 ^,3,4,4a,5.8,8a-oc^ariydroriaprrthalene 

Examples of the crystalline polyolefin resins include the following (copolymers (1) to (1 1). Of the copolymers, par- 
ticularly preferable are the copolymers (3) and (5). 

(1) Ethylene homopolymer (produced by any of low-pressure and high-pressure processes) 

(2) Copolymer of ethylene and not more than 20 % by mot of another a-olef in, vinyl monomer (eg., vinyl acetate, 
ethyl acrylate) or cycloolefin 

(3) Propylene ftomopolymer 

(4) Random copolymer of propylene and not more than 20 % by mol of another a-olef in 

(5) Block copolymer of propylene and not more than 30 % by mol of another a-olef in 

(6) 1 -Butene homopolymer 

(7) Random copolymer of 1 -butene and not more than 20 % by mol of another a-olef in 

(8) 4~Methyi-1 -pentene homopolymer 

(9) Random copolymer of 4HmethyH -pentene and not more than 20 % by mol of another a-olefin 

(10) Cydopenten homopolymer 

(11) Random copolymer of cyctopentene and not more than 20 %by mol of another a-olefin 
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As the "another aolefin" in the above (co)poJymers (1) to (1 1), ethylene, propylene, 1 -butene, 4-methyM -pentene, 
1-hexene or 1-octene from among the aforesaid examples is preferably employed. As th cycloolefin, cydoperrtene, 
cyclohexene, norbomene or tetracyclododecene is preferably employed. 

Th crystalline polyolefin resin desirably has a melt flew rate (measured at 230 °C under a load of 2.16 kg in 
accordance with ASTM D1238-65T) of 0.01 to 100 g/10 min. preferably 0.3 to 70 g/10 min. and a crystalling as meas- 
ured by X-ray diffractometry. of usually 5 to 1 00 %, preferably 20 to 80%. 

The crystalline polyolef in resin can be prepared by a conventional process. 

Examples of the amorphous poiyolehn resins include the following (copolymers. 

(1) Norbomene homopolymer 

(2) Copolymer of ethylene and norbomene, or copolymer of ethylene, norbornene and another a-olefin 

(3) Copolymer of ethylene and tetracyclododecene, or copolymer of ethylene, tetracyclododecene and another a- 
oJefin 

(ii) Filler 

As the fillers (ii), which may be blended with the a-oletin/conjugated diene copolymer of the invention, those gen- 
erally used can be used without specific limitation. 
Examples of the inorganic fillers include: 

powdered fillers, such as silicates (e.g., powdered talc, kaolinite, calcined clay, pyrophillrte, sericite, woilastonrte), 
carbonates (precipitated calcium carbonate, heavy calcium carbonate, magnesium carbonate), hydroxides (e.g., 
aluminum hydroxide, magnesium hydroxide), oxides (e.g, zinc oxide, zinc white, magnesium oxide), and synthetic 
silicic acids or silicates (e.g., hydrated calcium silicate, hyd rated aluminum silicate, hydrated silicic acid, silicic anhy- 
dride); 

flaky filers, such as mica; 

fibrous fillers, such as basic magnesium sulfate whisker, calcium trtanate whisker, aluminum borate whisker, sepi- 
olrte, PMF (processed mineral fi>er), xonotlrte, potassium trtanate and ellestadrte; and 
balloon fillers, such as glass balloon and fly ash balloon. 

These fillers can be used singly or in combination of two or more kinds. 

When the a-olef in/conjugated diene copolymer is blended with the polyolef in resin (i) and the filler (ii). the a-de- 
fin/conjugated diene copolymer is desirably contained in an amount of 10 to 90 parts by weight, preferably 15 to 80 
parts by weight, more preferably 20 to 75 parts by weight, based on 1 00 parts by weight of the total of the a-olef in/con- 
jugated diene copolymer, the polyoJefin resin (i) and the filler (ii). 

H the content of the a-olefin/conjugated diene copolymer is used in this amount, the aolefin/conjugated diene 
copolymer composition has excellent moldability and is capable of providing molded products having not only excellent 
impact resistance, weathering resistance and heat stability but also excellent rigidity, strength and heat resistance. 

The polyolefin resin (i) is contained in an amount of 1 to 99 parts by weight, preferably 10 to 85 parts by weight, 
more preferably 1 0 to 85 parts by weight, based on 1 00 parts by weight of the total of the resulting composition. 

ff the polyolefin resin (i) is used in this amount the composition having not only excellent impact resistance and cold 
resistance but also excellent rigidity, strength, heat resistance and mokJabilrty can be obtained. 

The f iller (ii) is contained in an amount of 0 to 40 parts by weight preferably 0 to 30 parts by weight, based on 100 
parts by weight of the total of the resulting composition, ff the filler (ii) is contained in this amount, the composition hav- 
ing excellent rigidity, surface appearance and heat resistance can be obtained. 

Further, to the a-olefin/conjugated diene copolymer composition, various additives, such as nucleating agents, 
antioxidants, hydrochloric acid absorbers, heat stabilisers, light stabilizers, ultraviolet light absorbers, lubricants, anti- 
static agensts, flame retardants, pigments, dyes, dispersants, copper harm inhibitors, neutralizing agents, foaming 
agents, plasbcizers, anti-foarring agents, crosslinking agents, crosslinking aids, crosslinking accelerators, flow property 
improvers (e.g., peroxide), weld strength improvers, processing aids, weathering stabilizers and blooming inhibitors, 
may be added in an amount not detrimental to the objects of the invention. These optional additives may be used in 
combination of two or more kinds. 

EFFECT OF THE INVENTION 

The olefin polymerization catalyst according to the invention exhibits high polymerization activities on olefins. 
In the process for olefin polymerization according to the invention, an olefin (co)porymer of narrow molecular distri- 
bution can be produced with high polymerization activities. When an a-olefin and a conjugated diene ar copolymer- 
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ized, a copolymer containing almost no 1 ,2-cyclopentane skeleton in the polymer chain can be produced. 

The novel transition metal compound according to the invention is useful for an olefin polymerization catalyst, and 
provides an olefin (co)polymer of narrow molecular weight distribution with high polymerization activities. 

The a-olefin/corqugated dene copolymer according to the invention has a narrow molecular weight distribution and 
contains almost no cydopentane skeleton in th polymer chain. 

EXAMPLE 

The present invention is further described with reference to the following examples, but it should be construed that 
the invention is in no way limited to those examples. 

Structures of the compounds obtained by Synthesis Examples were determined by 270MHz 1 H-NMR (GSH-270 of 
Japan Electron Optics Laboratory Co., Ltd.). FT-IR (SHIMAZU FTIR-8200D), FD-mass spectrometry (SX-102A of 
Japan Electron Optics Laboratory Co., Ltd.), metal content analysis (SHIMAZU ICPS-8000, ICP method after dry ash- 
ing and dilute nitric acid dissolution), and carbon, hydrogen and nitrogen content analysis (CHNO type of Helaus Co.). 

Structures of the compounds A-1 and B-1 were further decided by X-ray crystal structure analysis. The measure- 
ment was made by effecting Mo-K a-ray irradiation using a Rigaku AFC7R four-axis diffractometer. The structure anal- 
ysis was made by a direct method (SIR92), and the structure optimization was made in accordance with TeXan crystal 
structure analysis program. 

Further, the intrinsic viscosity fn] was measured in decahydronaphthalene at 135 °C. The molecular weight distri- 
bution (Mw/Mn) was measured by the gas permeation chromatography (GPC) using o-dichlorobenzene as a solvent at 
140 °C. 

Specific syntheses of ligands are given below. 
Ligand Synthesis Example 1 
Synthesis of fioand f L11 

To a 100 ml reactor thoroughly purged with nitrogen, 40 ml of ethanol, 0.71 g (7.62 mmol) of aniline and 1 .35 g (7.58 
mmol) off 3-t-butylsalicylaldehyde were introduced, and they were stirred at room temperature for 24 hours. The reaction 
solution was concentrated under reduced pressure to remove the solvent Then, 40 ml of ethanol was added again, and 
the mixture was stirred at room temperature for 12 hours. The reaction solution was concentrated under reduced pres- 
sure to obtain 1 .83 g (7.23 mmol, yield: 95%) of a compound represented by the following formula (L1) as an orange oil. 




LI 



1 H-NMR (CDCI3): 1.47 (s, 9H), 6.88 (dd, 1H), 754-7.31 (m, 4H), 7.38-7.46 (m. 3H), 8.64 (s, 1H). 13.95 (s, 1H) 
IR (neat): 1575, 1590. 1610 cm" 1 
FD-mass spectrometry: 253 
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Lfoand Synthesis Exannpl 2 
Synthesis of fioand (L2) 

5 To a 1 00 ml reactor thorough purged with nitrogen, 30 ml of ethanol. 1 .34 g (9.99 mmol) of a-naphthylamine and 
1 .40 g (7.86 mmoO of 3-t-butyteaIjcylaldehyde wer introduced. After addition of 5 g of molecular sieves 3 A. the mixture 
was stirred under reflux for 8 hours and then at room temperature for 12 hours. The reaction solution was concentrated 
under reduced pressure and the residue was purified using a silica gel column to obtain 2.35 g (7.75 mmol, 98 % yield) 
of a compound as an orange oil represented by the following formula (12). 

w 



15 



20 




L2 



1 H-NMR (CDCB): 1.50 (s, 9H), 6.90-7.90 (m, 11H), 8.30-8.50 (m, 1H), 13.90 (s, 1H) 
FD-mass spectrometry: 303 

30 

Li gand Synthesis Example 3 
Synthesis of Haand (L3) 

35 To a 100 ml reactor thoroughty purged with nitrogen, 30 ml of ethanol, 0.90 g (12.0 mmol) of t-butylamine and 1.78 
g (10.0 mmol) of 3-t-butytsaficytaJdehyde were introduced. After addition of 5 g of molecular sieves 3A, the mixture was 
stirred at room temperature tor 12 hours. The reaction solution was concentrated under reduced pressure and the res- 
idue was purified using a silica gel column to obtain 2.17 g (9.3 mmol, 93 % yield) of a compound as an fluorescent 
yellow oil represented by the following formula (L3). 

40 



45 




L3 



1 H-NMR (CDCB): 1.20 (s, 9H). 1.42 (s. 9H), 6.50-7.50 (m, 3H). 8.38 (s, 1 H), 13.80 (s, 1 H) 
FD-mass spectrometry: 233 
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Synthesis of compound A-1 
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To a 300 ml reactor thoroughly dried and purged with argon, 1.785 g (7.05 mmol) of compound L1 and 100 ml of 
diethyl ether were introduced, and they were cooled to -78 °C and stirred. After 4.78 mt of n-butyllithium (1 .55 mmol/ml 

5 n-hexane solution, 7.40 mmol) was dropwise added over a period of 5 minutes, the temperature was slowly raised to 
room temperature, and stirring was continued for 4 hours at room temperature to prepar a lithium satt solution. The 
solution was slowly dropwise added to a mixture of 7.05 ml of a titanium tetrachloride solution (0.5 mmol/ml heptane 
solution, 3.53 mmol) and 40 ml of diethyl ether which had been been cooled to -78 °C. 

After the dropwise addition was completed, the temperature was slowly raised to room temperature with stirring. 

to After stirring for another 8 hours at room temperature, the reaction solution was filtered with a glass fitter, and the result- 
ing solid was dissolved and washed with 50 ml of methylene chloride to remove insolubles. The filtrate was concen- 
trated under reduced pressure, and the solid precipitated was dissolved in 10 ml of methylene chloride. To the solution 
was then slowly added 70 ml of pentane with stirring. The mixture was allowed to stand at room temperature to precip- 
itate red brown crystals. The crystals were separated by filtration with a glass filter, washed with pentane and then vac- 

15 uum dried to obtain 1 .34 g (2.15 mmol, yield: 61 %) of compound A-1 represented by the following formula as red brown 
crystals. 




35 

1 H-NMR (CDCy: 1.35 (s, 18H), 6.82-7.43 (m, 16H), 8.07 (s, 2H) 
IR (KBr): 1550, 1590, 1600 cm" 1 
FD-mass spectrometry: 622 (M+) 
Elemental analysis: 

40 

Ti: 7.7% (7.7) 

C: 65.8 % (65.5), H: 6.0 % (5.8), N: 4.5 % (4.5) 

Calculated values in pharerrtheses. 
45 Melting point: 265 °C 

X-ray crystal structure analysis: The structure of compound A-1 rs shown in Fig. 3. 

Synthesis Example 2 

so Synthesis of compound B-1 

To a 200 ml reactor thoroughly dried and purged with argon, 1.53 g (6.04 mmol) of compound L1 and 60 ml of tet- 
rahydrofuran were introduced, and they were cooled to -78 °C and stirred. After 4.1 ml of n-butyllithium (1.55 mmol/ml 
n-hexane solution, 6.34 mmol) was dropwise added over a period of 5 minutes, the temperature was slowly raised to 
55 room temperature, and stirring was continued at room temperature for 4 hours. To the reaction solution was added 10 
ml of tetrahydrofuran, and the mixture was slowly added to a solution of 0.70 g of zirconium tetrachloride (purity: 99.9 
%, 3.02 mmol) in 30 ml of tetrahydrofuran which had been cooled to -78 °C. After the addition, the temperature was 
slowly raised to room temperature. The reaction solution was stirred for 2 hours at room temperature and then further 
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stirred for another 4 hours under reflux. 

The reaction solution was concentrated under reduced pressure, and the solid precipitated was washed with 50 ml 
of methylene chloride and fttered with a glass filter to remove insotuMes. Th filtrate was concentrated under reduced 
pressure, and the solid precipitated was dissolved in 30 ml of diethyl ether. The solution was allowed to stand for one 
5 day at -20 °C in a nitrogen atmosphere to precipitate yellow crystals. Th solid was separated by filtration, washed with 
hexan and then vacuum dried to obtain 1 .09 g (1 .63 mmol, yield: 54 %) of compound B-1 represented by the following 
formula as fluorescent yellow crystals. 




25 



1 H-NMR (CDCI3): 1.33 (s, 18H), 6.78-7.42 (m, 16H), 8.12 (s, 2H) 
IR (KBr): 1550, 1590, 1605 cm' 1 
30 FD-mass spectrometry: 664 (M+) 
Elemental analysis: 

Zr: 13.5% (13.7) 

C: 61.0 % (61.2), H: 5.5 % (5.4), N: 4.2 % (4.2) 

35 

Calculated values in pharerrtheses. 
Netting point: 287 °C 

X-ray crystal structure analysis: The structure of compound B-1 is shown in Fig. 4. 
40 Synthesis Example 3 

Synthesis of compound C-1 

To a 100 ml reactor thoroughly dried and purged with argon, 0.66 g (2.60 mmol) of compound (L1 ) and 8 ml of die- 
45 thyl ether were introduced, and they were cooled to -78 °C and stirred. After 1.81 ml of n-butyllithium (1.55 mmol/ml n- 
hexane solution, 2.80 mmd)wasdropwise added over a period of 5 minutes, the temperature was slowly raised to room 
temperature, and stirring was continued at room temperature for 2 hours. To the reaction solution was added 10 mi of 
tetrahydrofuran, and the mixture was slowly added to a solution of 0.385 g of hafnium tetrachloride (purity: 99.9 %, 3.02 
mmol) in 10 ml of tetrahydrofuran which had been cooled to -78 °C. After the addition, the temperature was slowly 
so raised to room temperature. The reaction solution was stirred for 2 hours at room temperature and then further stirred 
for another 2 hours under heating at 50 °C. 

The reaction solution was concentrated under reduced pressure, and the solid precipitated was washed with 20 rrd 
of methylene chloride and fttered with a glass fitter to remove insotubles. The ffftrate was concentrated under reduced 
pressure, and the solid prectprtated was reslurried in 10 ml of diethyl ether at room temperature for 1 hour and sepa- 
55 rated by filtration. The solid was washed with hexane and then vacuum dried to obtain 0.33 g (0.40 mmol, yield: 33 %) 
of compound C-1 represented by the following formula as fluorescent yellow white crystals. 
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Compound C-l 




1 H-NMR (CDCy: 1.30 (s, 18H), 6.70-7.50 (m. 16H), 8.18 (s. 2H) 
20 FD-mass spectrometry: 754 (M+) 
Elemental analysis: 

Hf: 23.5% (23.7) 

C: 54.4 % (54.2), H: 4.8 % (4.8). N: 3.6 % (3.7) 

25 

Calculated values in pharentheses. 
Melting point: 277 °C 

Synthesis Example 4 

30 

Synthesis of compound D-1 

To a 100 ml reactor thoroughly dried and purged with argon, 0.61 g (2.40 mmol) of compound (L1) and 10 ml of 
diethyl ether were introduced, and they were cooled to -78 °C and stirred. After 1 .61 ml of n-butyllrthium (1 .55 mmol/rnl 

35 n-hexane solution. 2.50 mmol) was dropwise added over a period of 5 minutes, the temperature was slowly raised to 
room temperature, and stirring was continued at room temperature for 4 hours. The reaction solution was slowly added 
to a solution of 0.385 g of hafnium tetrachloride (purity: 99.9 %. 3.02 mmol) in 10 ml of diethyl ether which had been 
cooled to -78 °C. After the addition, the temperature was slowly raised to room temperature, and the reaction solution 
was stirred for 4 hours at room temperature. 

40 The reaction solution was concentrated under reduced pressure, and the solid precipitated was washed with 20 ml 
of methylene chloride and filtered with a glass fitter to remove insolubtes. The fftrate was concentrated under reduced 
pressure, and the solid precipitated was cfissolved in 1 ml of ethyl ether. To the solution was slowly added 10 ml of 
hexane with stirring to precipitate black green solid. The solid was separated by filtration, reslurried and washed with 
hexane at room temperature for 1 hour and then vacuum dried to obtain 0.55 g (0.88 mmol. yield: 73 %) of compound 

45 D-1 represented by the following formula as a blue black powder. 



so 



55 
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Compound D-l 




1 H-NMR (CDCy: immeasurable because of paramagnetic metal complex. 
FD-mass spectrometry: 625 (M+) 
Elemental analysis: 

V: 8.4% (8.1) 

C: 65.3 % (65.2), H: 5.5 % (5.8), N: 4.5 % (4.8) 
Calculated values in pharentheses. 
Synthesis Example 5 
Synthesis of compound E-1 

To a 100 ml reactor thoroughly dried and purged with argon, 0.61 g (2.40 mmol) of compound (L1) and 10 ml of 
diethyl ether were introduced, and they were cooled to -78 °C and stirred. After 1 .60 ml of n-butyilithium (1 .55 mmol/ml 
n-hexane solution, 2.50 mmol) was dropwise added over a period of 5 minutes, the temperature was slowly raised to 
room temperature, and stirring was continued at room temperature for 4 hours. To the reaction solution was added 5 ml 
of tetrariydrofuran, and the mixture was slowly added to a solution of 0.34 g of niobium perrtachloride (purity: 95 %, 1.20 
mmol) in 10 ml of tetrahydrofuran which had been cooled to -78 °C. After the addition, the temperature was slowly 
raised to room temperature, and the reaction solution was stirred at room temperature for 15 hours. 

The reaction solution was concentrated under reduced pressure, and the solid precipitated was washed with 20 ml 
of methylene chloride and fitered with a glass fitter to remove insolubles. The titrate was concentrated under reduced 
pressure, and the solid precipitated was Dissolved in 3 ml of diethyl ether. To the solution was slowly dropwise added 
1 2 ml of hexane at room temperature with stirring to precipitate black solid. The solid was separated by filtration, reslur- 
ried and washed with hexane at room temperature for 1 hour and then vacuum dried to obtain 0.36 g (0.51 mmol, yield: 
43%) of fluorescent yeOow white compound E-1 represented by the following formula. 



85 



EPO 874 005 A1 



Compound E-l 




1 H-NMR (CDCy: 1.46 (s, 18H), 7.20-7.50 (m, 16H), 8.65 (s. 2H) 
FD-mass spectrometry: 702 (M+) 
Elemental analysis: 

Nb: 13.0% (13.2) 

C: 58.4 % (58.0), H: 5.0 % (5.2), N: 3.9 % (4.0) 
Calculated values in pharenthesis 
Synthesis Example 6 
Synthesis of compound F-1 

To a 100 ml reactor thoroughly dried and purged with argon, 0.61 g (2.40 mmol) of compound (L1) and 10 ml of 
toluene were introoticed, and they were cooled to -40 °C and stirred. To the mixture, 0.43 g of solid tantalum pentachlo- 
ride (purity: 99.99 %, 1 .20 mmol) was slowly added. After the addition, the temperature was slowly raised to room tem- 
perature, then further raised to 60 °C, and stirring was continued for 16 hours. 

To the reaction solution was added 30 ml of methylene chloride, and the insolubles were filtered. The filtrate was 
concentrated under reduced pressure, and to the concentrate was added 8 ml of hexane to separate out an orange vis- 
cous oil. The oil portion was separated and dissolved in 1 ml of diethyl ether. To the solution was slowly dropwise added 
9 ml of hexane with stirring to precipitate bright yellow solid. The solid was separated by filtration, reslurried and washed 
hexane at room temperature for 1 hour and then vacuum dried to obtain 0.15 g (0.26 mmol, yield: 22 %) of compound 
F-1 represented by the following formula as a bright yellow powder. 
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Compound F-l 



5 





w 



TaCl 4 



2 



15 



20 



1 H-NMR (CDCI3): 1.50 (s, 9H), 6.80-7.75 (m p 8H), 8.23 (s, 1H) 
FD-mass spectrometry: 575 (M+) 
Elemental analysis: 



Ta: 31.0% (31.5) 

C: 58.4 % (58.0), H: 3.3 % (3.2), N: 4.5 % (4.8) 



25 



Calculated values in pharentheses. 

Synthesis Example 7 

30, Synthesis of compound A-2 

After charging 0.91 g (3.0 mmol) of compound 12 and 20 ml of tiethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .90 ml of n- 
butyl lithium (1 .54 mmoVrnl n-hexane solution, 3.3 mmol) over 5 minutes, the temperature was slowly increased to room 

35 temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The solution 
was cooled to -78°C and then slowly added dropwise to a mixture of 3.0 ml of a titanium tetrachloride solution (0.5 
mmoVml heptane solution, 1.50 mmol) and 10 ml of diethyl ether. After completion of the dropwise addition, stirring was 
continued while slowly increasing the temperature to room temperature. After further stirring for 8 hours at room tem- 
perature, the reaction solution was filtered with a glass filter. The resulting solid was dissolved and washed in 50 ml of 

40 methylene chloride, and the insoluble portion was removed by filtration. The filtrate was concentrated under reduced 
pressure, and the deposited solid was reprectpitated with diethyl ether and hexane and dried under reduced pressure 
to obtain 0.53 g (0.73 mmol, 49% yield) of compound A-2 as dark brown crystals represented by the formula given . 
below. 



45 



50 



55 
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■ft- 



Compound A- 2 



5 




15 



10 




TiCl 2 



20 1 H-NMR(CDCy: 0.86 (s,18H), 6.85-7.05 (m,6H), 7.15-7.30 (m,4H), 7.35-7.90 (m,10H), 8.45 (s,2H) 
FD-mass spectrometry: 722 (M+) 

Elemental analysis: Ti: 6.6% (6.6) C: 69.9% (69.7), H: 5.5% (5.6), N: 3.4% (3.9) 
Calculated values in parentheses. 

25 Synthesis Example 8 

Synthesis of compound B-2 

After charging 0.91 g (3.0 rrtrnol) of compound 12 and 20 ml of diethyl ether into a 100 ml reactor which had been 
30 adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .94 ml of n- 
butyllithium (1.55 rnmol/ml n-hexane solution, 3.0 mmol) over 5 minutes, the temperature was slowly increased to room 
temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The solution 
was then slowly added dropwise to a 10 ml tetrahydrofuran solution containing zirconium tetrachloride (0.35 g, 1.50 
mmol) which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly 
35 increasing the temperature to room temperature. After further stirring for 8 hours at room temperature, the reaction 
solution was concentrated to dryness, the residue was dissolved and washed in 50 ml of methylene chloride, and then 
the insoluble portion was removed by titration. The filtrate was concentrated under reduced pressure, and the depos- 
ited solid was repredpitated with diethyl ether and hexane and dried under reduced pressure to obtain 0.21 g (0.73 
mmol, 18% yield) of cornpound B-2 as yellow crystals represented by the formula given below. 



40 



Compound B-2 



45 



55 



50 
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'H-NMRtCDCIg): 1.11-1.70 (m,18H), 6,80-8.30 (m.20H), 8.33-8.48 (m,2H) 
FD-mass spectrometry: 766 
Elemental analysis: Zr: 12.1% (1 1.9) 
Calculated value in parentheses. 

5 

Synthesis Example 9 
Synthesis of compound A-3 

w After charging 0.70 g (3.0 mmol) of compound L3 and 30 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .90 ml of rv 
butyllithium (1 .54 mmoi/ml n-hexane solution, 3.3 mmol) ever 5 minutes, the temperature was slowly increased to room 
temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The solution 
was cooled to -78°C and then 3.0 ml of a titanium tetrachloride solution (0.5 mmol/ml heptane solution, 1 .50 mmol) was 

is slowly added dropwise. After completion of the dropwise addition, stirring was continued while slowly increasing the 
temperature to room temperature. After further stirring for 15 hours at room temperature, the reaction solution was fil- 
tered with a glass filter. The resulting solid was dissolved and washed in 50 ml of methylene chloride, and the insoluble 
portion was removed by filtration. The filtrate was concentrated under reduced pressure, and the deposited solid was 
reprecipitated with diethyl ether and hexane and dried under reduced pressure to obtain 0. 1 5 g (0.26 mmol, 1 7% yield) 

20 of compound A-3 as yellow brown crystals represented by the formula given below. 



Compound A-3 

25 




35 



1 H-NMR(CDCl3): 1.20 (s,18H), 1.41 (S.18H) 6.85-7.05 (m,2H), 7.20-7.80 (m, 4H), 8.58 (s, 2H) 
FD-mass spectrometry: 582 (M+) 
40 Elemental analysis: Ti: 8.2% (85) 

C: 62.1% (61.8). H: 7.1% (7.6), N: 4.7% (4.8) 
Calculated values in parentheses. 

Synthesis Example 10 

45 

Synthesis of compound B-3 

After charging 0.70 g (3.0 mmol) of compound L3 and 30 ml of tetrahydrofuran into a 100 ml reactor which had 
been adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.90 

so ml of n-butyllrthium (1 .54 mmol/ml n-hexane solution, 3.3 mmol) over 5 minutes, the temperature was slowly increased 
to room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was cooled to -78°C and solid zirconium tetrachloride (0.38 g, 1 .65 mmol) was added. After completion of the 
addition, stirring was continued while slowly increasing the temperature to room temperature. After further stirring for 
15 hours at room temperature, the solvent was distilled off from the reaction solution, the resulting solid was dissolved 

55 and washed in 50 ml of methylene chloride, and the insoluble portion was removed by filtration. The filtrate was con- 
centrated under reduced pressure, and the deposited solid was reprecipitated with methylene chloride and hexane and 
dried under reduced pressure to obtain 0.31 g (0.50 mmol, 30% yield) of compound B-3 as a yellow powder repre- 
sented by the formula given below. 
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Compound B-3 



10 



15 



25 



40 



45 



50 



55 




1 H-NMR(CDCy: 1.34 (S.18H), 1.44 (S.18H), 6.79 (dd,2H), 7.11 (d,2H), 7.27 (d.2H), 8.34 (s,2H) 
FD-mass spectrometry: 626 (M+) 
20 Elemental analysts: Zr: 15.0% (14.6) 

C: 52.9 (57.5). H: 1Z (7.1), N: 4.7 (4.8) 
Calculated values in parentheses. 



Synthesis Example 1 1 
Synthesis of compound A-4 



After charging 0.50 g (2.02 mmol) of compound L4 and 30 ml of diethyl ether into a 100 ml reactor which had been 
ad quately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .36 ml of n- 

30 butyl lithium (1.54 rnmoUmi n-hexane solution, 2.09 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued lor 4 hours at room temperature to prepare a lithium salt solution. The 
solution was cooled to -78°C, and then 2.00 ml of a titanium tetrachloride solution (0.5 rnmol/rnl heptane solution, 1 .00 
mmol) was slowly added dropwisa After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperature. After further stirring for 8 hours at room temperature, the reaction 

35 solution was filtered with a glass fflter. The resulting solid was dissolved and washed in 50 ml of methylene chloride, and 
the insoluble portion was removed by filtration. The filtrate was concentrated under reduced pressure, and the depos- 
ited solid was repreripitated with methylene chloride and hexane and dried under reduced pressure to obtain 0.34 g 
(0.56 mmol, 56% yield) of compound A-4 as a dark brown powder represented by the formula given below. 



Coirpound A-4 




90 



EP0874005A1 



1 H-NMR(CDa3>: 7.00-7.90 (m,22H), 8.353.55 (m,2H) 
FD-mass spectrometry: 610 (M+) 
Elemental analysis: Ti: 7.8% (7.8) 
C: 62.4% (66.8), H: 4.9% (4.4). N: 4.2% (4.6) 
5 Calculated values in parentheses. 

Synthesis Example 12 

Synthesis of compound B-4 

10 

After charging 0.46 g (1.86 mmol) of compound L4 and 30 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .30 ml of n- 
butyllithium (1.54 mmd/rnl n-hexane solution, 2.00 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 

is solution was cooled to -78°C. and then solid zirconium tetrachloride (0.21 g, 0.91 mmol) was added. After completion 
of the addition, stirring was continued while slowly increasing the temperature to room temperature. After further stirring 
for 16 hours at room temperature, 20 ml of diethyl ether was added and the insoluble portion was removed with a glass 
filter. The filtrate was concentrated under reduced pressure, and the deposited solid was reprecipHated with diethyl 
ether and hexane and dried under reduced pressure to obtain 0.25 g (0.38 mmol, 42% yield) of compound B-4 as a yel- 

20 low-brownish green powder represented by the formula given below. 



Compound B-4 

25 



30 



35 




1 H-NMR(CDCl3): 6.90-7.95 (m,22H), 8.40-8.60 (m,2H) 
FD-mass spectrometry: 652 (M+) 
45 Elemental analysis: Zr: 14.3% (13.9) 
Calculated value in parentheses. 

Synthesis Example 13 

so Synthesis of compound A-5 

After charging 0.83 g (3.00 mmol) of compound L5 and 30 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.00 ml of n- 
butyllrthium (1.54 mmoMml n-hexane solution. 3.08 mmol) over 5 minutes, the temperature was slowly increased to 
55 room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was cooled to -78*C, and then 3.00 ml of a titanium tetrachloride solution (0.5 mmol/ml heptane solution, 1 .50 
mmol) was slowly added dropwise. After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperature. After further stirring for 15 hours at room temperature, the reaction 



91 
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solution was fitered with a glass filter. The filtrate was concentrated under reduced pressure, and the deposited solid 
was repreophated with methylene chloride and hexane and dried under reduced pressure to obtain 0.07 g (0. 1 0 mmol, 
7%.yieJd) of compound A-5 as an ocher powder represented by the formula given below. 



Compound A-5 



10 



15 



20 




25 FD-mass spectrometry: 666 (M+) 
Elemental analysis: 71: 7.3% (7.2) 
Calculated value in parentheses. 

Synthesis Example 14 

30 

Synthesis of compound B-5 

After charging 0.50 g (1.82 mmol) of compound L5 and 15 ml of tetrahydrofuran into a 100 ml reactor which had 
been adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .36 

35 ml of n-butyllithium (1 .54 mmot/rrd n-hexane solution, 2.09 mmol) over 5 minutes, the temperature was slowly increased 
to room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was cooled to -78°C and then a 10 ml tetrahydrofuran solution containing a zirconium tetrachloride * 2THF 
complex (0.38 g, 1.00 mmol) was added dropwise. After completion of the dropwise addition, stirring was continued 
while slowly increasing the temperature to room temperature After further stirring for 1 0 hours at room temperature and 

40 4 hours at 50°C, the insoluble portion was removed with a glass filter. The filtrate was concentrated under reduced pres- 
sure, and the deposited solid was repretiprtated with methylene chloride, cfiethyl ether and hexane and dried under 
reduced pressure to obtain 0.04 g (0.05 mmol, 5% yield) of compound B-5 as a yellow-brownish green powder repre- 
sented by the formula given below. 

45 



50 



55 
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Compound B-5 




20 FD-mass spectrometry: 71 0 

Elemental analysis: Zr: 13.3% (12.8) 
Calculated value in parentheses. 

Synthesis Example 15 

25 

Synthesis of compound A-6 

After charging 0.93 g (3.01 mmol) of compound L6 and 30 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwtse adding 2.1 ml of n- 

30 butyllrthium (1.54 rrmxTml n-hexane solution, 3.23 mmoQ over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was cooled to -78°C and then 3.0 ml of a titanium tetrachloride solution (0.5 mmol/ml heptane solution, 1 .50 
mmol) was slowly added dropwtse. After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperature. After further stirring for 15 hours at room temperature, the reaction 

35 solution was filtered with a glass filter. The filtrate was concentrated under reduced pressure, and the deposited solid 
was recrystallized with hexane at -78°C and dried under reduced pressure to obtain 0.41 g (0.56 mmol, 37% yield) of 
compound A-6 as a brown powder represented by the formula given below. ^ 




55 

^NMRfCDCy: 151 (s,18H), 1.30 (s,18H), 6.70-7.70 (m,14H), 8.08 (s,2H) 
FD-mass spectr o metry: 734 (M+) 
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Elemental analysts: Tl: &6% (6.5) 

C: 67.9% (68.6). H: 7.4% (7.1), N: 3.9% (3.8) 

Calculated values in parentheses. 

Synthesis Exampl 1 6 

Synthesis of compound B-6 

After charging 0.93 g (3.01 mmoQ of compound LB and 30 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.1 ml of n- 
butyllithium (1.54 mrrtot/ml n-hexane solution, 3.23 mmoO over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was cooled to -78°C and then solid zirconium tetrachloride (0.35 g, 1 .50 mmol) was added. After completion of 
the addition, Starring was continued while slowly increasing the temperature to room temperature. After further stirring 
for 14 hours at room temperature, 20 ml of methylene chloride was added, and the insoluble portion was removed with 
a glass filter. The filtrate was concentrated under reduced pressure, and the deposited solid was recrystallized with hex- 
ane at -78°C and dried under reduced pressure to obtain 0.55 g (0.71 mmol, 47% yield) of compound B-6 as a brownish 
green powder represented by the formula given below. 



1 H-NMR(CDCIa): 1.20-1.80 (m,36H), 6.70-7.70 (m,14H), 7.80-7.90 (m,2H) 
FD-mass spectrometry: 776 (M+) 
Elemental analysis: Is: 1 1 5% (1 1 .7) 
Calculated value in parentheses. 

Synthesis Example 17 

Synthesis of compound A-7 

After charging 1 .0 g (3.66 mmol) of compound L7 and 20 ml of d ethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.48 ml of n- 
butyllithium (1.55 mmol/ml n-hexane solution, 3.84 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixture of 3.66 ml of a titanium tetrachloride solution (0.5 rrtrnol/rnl hep- 
tane solution, 1 .83 mmol) and 20 ml of cfiethyl ether which had been cooled to -78°C. After completion of the dropwise 
addition, stirring was continued while slowly increasing the temperature to room temperature. After further stirring for 
1 5 hours at boom temperature; the reaction solution was tittered with a glass titer. The filtrate was concentrated under 
reduced pressure, and the deposited solid was reslurried with hexane. The slurry was filtered to remove the solvent, 
and the solid was dried under reduced pressure to obtain 0.95 g (1 .43 mmol, 78% yield) of compound A-7 as a brown 
powder represented by the formula given below. 



Compound B-6 




94 



EPO 874005 A1 

Compound A-7 




20 

1 H-NMR(CDCy: 6.90-7.90 (m,26H), 8.00 (s,2H) 
FD-mass spectrometry: 662 (M+) 
Elemental analysis: Tl: 6.5% (6.5) 
C: 62.0% (62.2), H: 3.7% (3.8), N: 3.8% (3.8) 
25 Calculated values in parentheses. 

Synthesis Example 18 

S ynthesis pf compound B-7 

30 

After charging 1.0 g (3.66 mmol) of compound L7 and 20 ml of cfi ethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.48 ml of n- 
butyllithium (1.55 mrnoi/ml n-hexane solution, 3.84 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued lor 4 hours at room temperature to prepare a lithium salt solution. The 

35 solution was then added dropwise to a mixture of zirconium tetrachloride (0.41 g, 1 .77 mmol) in 30 ml of diethyl ether 
cooled to -78°C. After completion of the dropwise adcHon, stirring was continued while slowly increasing the tempera- 
ture to room temperature. After further stirring for 15 hours at room temperature, 20 mi of methylene chloride was 
added, and the insoluble portion was removed with a glass filter. The filtrate was concentrated under reduced pressure, 
and the deposited solid was resJumed with hexane. The slurry was f iltered to remove the solvent and the solid was dried 

40 under reduced pressure to obtain 0.94 g (1.33 mmol, 73% yield) of compound B-7 as a yellow green powder repre- 
sented by the formula given below. 



45 



50 



55 



95 



EP0874 005A1 

Compound B-7 



5 



10 



15 




1 H-NMR(CDa3>: 7.00-7.90 (m,26H), 820 (s£H) 
FD-rrass spectrometry: 704 (M+) 
Elemental analysis: Zr: 11.5% (11.7) 
Calculated values in parentheses. 

25 

Synthesis Example 19 
Synthes is off compound A-8 

30 After charging 1 .0 g (2.93 mmoQ off compound L8 and 20 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.0 ml off n- 
butyllithium (1.55 rrtmot/mt n-hexane solution, 3.10 rnmol) ever 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixture containing 2.9 ml of a titanium tetrachloride solution (0.5 mmol/ml 

35 heptane solution, 1.45 mmof) and 20 ml of diethyl ether which had been cooled to -78°C. After completion of the drop- 
wise addition, stirring was continued while slowly increasing the temperature to room temperature. After further stirring 
for 15 hours at room temperature, the reaction solution was filtered with a glass fitter. The filtrate was concentrated 
under reduced pressure, and the deposited so6d was reslurried with hexane. The slurry was filtered to remove the sol- 
vent and the solid was dried under reduced pressure to obtain 1.06 g (1.33 mmol, 91% yield) of compound A-8 as a 

40 brown powder represented by the formula given below. 
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10 



15 



20 




TiCl 2 



25 



1 H-NMR(CDCl3): 0.90-1.70 (m,18H), 3.40-3.80 (m,4H), 7.00-7.70 (m,20H), 7.80-8.20 (m.2H) 
FD-mass spectrometry: 798 (M+) 
Elemental analysis: Tl: 6.0% (6.0) 
Calculated value in parentheses. 



Synthesis Example 2Q 
30 Synthesis of compound B-8 



35 



40 



After charging 1 .0 g (2.93 mmol) of compound LB and 20 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.0 ml of n- 
butyllithium (1.55 mrrtol/rnl n-hexane solution. 3.10 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a mixture of zirconium tetrachloride (0.34 g, 1 .44 mmol) in 20 ml of diethyl ether 
which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly increas- 
ing the temperature to room temperature. After further stirring for 8 hours at room temperature, 20 ml of cfi ethyl ether 
was added, and the insoluble portion was removed with a glass fitter. The titrate was concentrated under reduced pres- 
sure, and the deposited solid was reslurried with hexana The slurry was filtered to remove the solvent and the solid was 
dried under reduced pressure to obtain 1 .02 g (1 .21 mmol, 83% yield) of compound B-8 as a yellow green powder rep- 
resented by the formula given below. 



45 



50 
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Compound B-8 



20 



5 



15 



10 




;zrCl 2 



25 1 H-NMR(CDCl3): 0.90-1.80 (m,18H). 3.40-3.90 (m,4H), 6.40-7.90 (m,20H), 8.00-8.30 (m,2H) 
FD-mass spectrometry: 842 (M+) 
Elemental analysts: Zr: 1 1 .1% (108) 
Calculated value in parentheses. 

30 Synthesis Example 21 

Synthesis of compound A-9 

After charging 0.50 g (1 .23 mmol) of compound L9 and 1 5 ml of diethyl ether into a 1 00 ml reactor which had been 
35 adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 0.84 ml of n- 
butyilrthium (1.55 mmol/ml n-hexane solution, 1.30 mmoO over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 1.2 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 0.60 mmol) and 15 ml of diethyl ether which had been cooled to -78°C. After completion of 
40 th dropwise addition, stirring was continued while stowty increasing the temperature to room temperature. After further 
stirring for 8 hours at room temperature, the reaction solution was f ftered with a glass fitter. The filtrate was concen- 
trated under reduced pressure, and the deposited solid was reslunied with hexane. The slurry was filtered to remove 
the solvent and the solid was dried under reduced pressure to obtain 0.33 g (0.36 mmol, 58% yield) of compound A-9 
as a brown powder represented by the formula given below. 



45 



50 



55 



98 
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Compound A- 9 




25 



1 H-NMR(CDCl3): 1.70-1.90 (m,18H), 6.60-7.80 (m,34H) 
FD-mass spectrometry: 926 (M+) 
30 Elemental analysis: 71: 5.3% (5.2) 
Calculated value in parentheses. 

Synthesis Example 22 

35 Synthesis of compound B-9 

After charging 0.50 g (1.23 mmol) of compound L9 and 15 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 0.84 ml of n- 
butyllrthrum (1.55 mmolAnl n-hexane solution, 1.30 mmoO over 5 minutes, the temperature was slowly increased to 

40 room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution of zirconium tetrachloride (0.14 g, 0.60 mmol) and 15 ml 
of diethyl ether which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while 
slowly increasing the temperature to room temperature. After further stirring lor 1 5 hours at room temperature, the sol- 
vent was distilled off. the resulting solid was dissolved in 50 ml of methylene chloride and 10 ml of ethyl ether, and 

45 then the insoluble portion was removed with a glass fflter. The ffltrate was concentrated under reduced pressure, and 
the deposited solid was reslurrted with hexane. The slurry was filtered to remove the solvent and the solid was dried 
under reduced pressure to obtain 0. 1 9 g (0.20 mmol. 32% yield) of compound B-9 as a light yellow powder represented 
by the formula given below. 



99 
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Compound B-9 




1 H-NMR(CDCl3): 1.28-1.52 (m.18H), 6.70-7.76 (m,34H) 
FD-mass spectrometry: 970 (M+) 
30 Elemental analysis: Zr: 9.6% (9.4) 
Calculated value in parentheses. 

Synthesis Example 23 

35 Syn t hesis of compoyiryj A-1Q 

After charging 0.32 g (1.03 mmol) of compound L10 and 10 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwtse adding 0.77 ml of n- 
butyllithium (1.55 rnmol/ml n-hexane solution, 1.19 mmol) over 5 minutes, the temperature was slowly increased to 

40 room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a solution containing 1 .0 ml of a titanium tetrachloride solution (0.5 mmot/ml 
heptane solution, 0.50 mmol) and 10 ml of diethyl ether which had been cooled to -78°C. After completion of the drop- 
wise addition, stirring was continued while slowly increasing the temperature to room temperature. After further stirring 
tor 15 hours at room temperature, the reaction solution was filtered with a glass filter. The filtrate was concentrated 

45 under reduced pressure, and the deposited solid was repreciprtated with methylene chloride and hexane and dried 
under reduced pressure to obtain 0.16 g (0.22 mmol, 43% yield) of compound A-10 as a brown powder represented by 
the formula given below. 
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Compound A- 10 



s 




10 



;TiCl 2 



15 



SiEt 3 



20 1 H-NMR(CDCl3): 0.40-0.90 (m,30H). 6.60-7.80 (m,18H) 
FD-mass spectrometry: 739 (M+) 
Elemental analysis: Ti: 5.3% (5.2) 
Calculated value in parentheses. 

25 Synthesis Example 24 

Synthesis of compound A-1 1 

After charging 0.68 g (2.40 mrnol) of compound L1 1 and 30 ml of diethyl ether into a 1 00 ml reactor which had been 
30 adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .49 ml of n- 
butyllithium (1.61 rnmol/ml n-hexarte solution, 2.40 mrnol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a solution containing 2.4 ml of a titanium tetrachloride solution (0.5 mmol/ml 
heptane solution, 1.20 mrnol) and 15 ml of diethyl ether which had been cooled to -78°C. After completion of the drop- 
35 wise addition, stirring was continued while slowly increasing the temperature to room temperature. After further stirring 
for 1 5 hours at room temperature, the solvent of the reaction solution was distilled off, the resulting solid was dissolved 
in 50 ml of methylene chloride, and the insoluble portion was filtered off with a glass filter. The fOtrate was concentrated 
under reduced pressure, and the deposited solid was reprebpftated with methylene chloride and hexane at 0°C and 
dried under reduced pressure to obtain 0.37 g (0.54 mrnol, 45% yield) of compound A-1 1 as a red brown powder. 



40 



Compound A- 11 



45 
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1 H-NMR(CDG3) : 1-20-140 (m,9H), 1.50-1.55 (m,9H), 3.70-3.85 (m,6H), 6.52-7.40 (m,14H), 8.05-8.20 (m,2H) 
FD-mass spectrometry: 682 (M+) 
Elemental analysts: Ti: 7.0% (7.0) 
Calculated value in parentheses. 

5 

Synthesis Example 25 
Synthesis of compound B-1 1 

w After charging 0.64 g (2.26 mmd) of compound L11 and 20 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .40 ml of n- 
butyllithium (1 .61 mmd/nrd n-hexane solution, 2.26 mmoQ over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a solution of zirconium tetrachloride • 2THF (0.42 g, 1.10 mmoO in 20 ml of 

is tetrahydrofuran which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while 
slowly increasing the temperature to room temperature. After further stirring for 15 hours at room temperature, the sol- 
vent of the reaction solution was distilled off. The resulting solid was dissolved in 50 ml of methylene chloride, and the 
insoluble portion was filtered off with a glass filter. The filtrate was concentrated under reduced pressure, and the 
deposited solid was reprecprtated with methylene chloride and hexane and dried under reduced pressure to obtain 

20 0.25 g (0.34 mmol, 31% yield) of compound B-11 as a yellow green powder represented by the formula given below. 




40 1 H-NMR(CDCl3): 1.20-1.60 (m,18H). 3.66-3.86 (m.6H), 6.50-7.50 (m,14H), 8.05^8.20 (m,2H) 
FD-mass spectrometry: 726 IfM) 
Elemental analysis: Zr: 12.4% (12.6) 
Calculated value in parentheses. 

45 Synthesis Example 26 

Synthesis of compound A-12 

After charging 1 .0 g (2.31 mmol) of compound L12 and 20 ml of diethyl ether into a 100 ml reactor which had been 
so adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .56 ml of n- 
butyllithium (1.55 mmolArtl n-hexane solution, 2.42 mmof) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 2.3 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 1.15 mmol) and 20 ml of diethyl ether which had been cooled to -78°C. After completion of 
55 the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 15 hours at room temperature, the insoluble portion was filtered off with a glass filter. The filtrate was con- 
centrated under reduced pressure, and the deposited solid was resturried with hexane. The slurry was filtered to 
remove th solvent and the sofid was dried under reduced pressur t obtain 0.45 g (0.45 mmol, 40% yield) of com- 
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IS 



20 



25 



EPO 874005 At 

pound A-12 as a red brawn powder. 

Compound A-12 




1 H-NMR(CDCl3): 1.30-2.20 (m,24H), 650-7.40 (m,34H). 7.50-7.70 (m,2H) 
FD-mass spectrometry: 982 (M+) 
Elemental analysis: Tl: 5.0% (4.9) 
Calculated value in parentheses. 

Synthesis Example 27 

Synthesis of compound B-12 

30 After charging 1 .0 g (2.31 mmol) of compound L12 and 20 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .56 ml of n- 
butyllrthium (1 .55 mrnolAnl n-hexane solution, 2.42 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution of zirconium tetrachloride (0.27 g, 1.15 mmol) and 20 ml 

35 of diethyl ether which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while 
slowly increasing the temperature to room temperature. After further stirring for 1 5 hours at room temperature, the insol- 
uble portion was removed with a glass filter. The fOtrate was concentrated under reduced pressure, and the deposited 
solid was reprecipitated with diethyl ether, hexane, heptane and pentane, reslurried and washed, and then dried under 
reduced pressure to obtain 0.02 g (0.02 mmol, 1% yield) of compound B-12 as a yellow green powder represented by 

40 the formula given below. 

Compound B-12 
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1 H-NMR(CDCl3): 1.20-2.10 (m,24H), 6.20-7.40 (m,34H), 7.50-8.00 (m,2H) 
FD-mass spectrometry: 1026 
Elemental analysis: Zr: 9.1% (8.9) 
Calculated value in parentheses. 

Synthesis Example 28 

Synthesis of compound A-13 

After charging 1.10 g (3.26 mmol) of compound L13 and 22 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.2 ml of n- 
butyilithium (1.55 mmolAnl n-hexane solution, 3.41 mmoQ over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 3.26 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 1.13 mmol) and 22 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 15 hours at room temperature, the solvent of the reaction solution was distilled off, the insoluble portion of 
the reaction solution was filtered off with a glass fitter. The filtrate was concentrated under reduced pressure, and the 
deposited solid was reprecipitated with diethyl ether and pentane and dried under reduced pressure to obtain 0.22 g 
(0.28 mmol, 17% yield) of compound A-13 as a red brown powder. 



Compound A-13 




1 H-NMR(CDCI 3 ): 0.60-2.41 (m,44H), 6.70-7.60 (m,34H), 7.91-8.10 (m,2H) 
FD-mass spectrometry: 790 (M+) 
Elemental analysis: Ti: 6.3% (6.1) 
Calculated value in parentheses. 

Synthesis Example 29 

Synthesis of compound B-13 

After charging 1 .03 g (3.02 mmol) of compound L1 3 and 20 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.0 ml of n- 
butyllrthium (1.55 mmolAm n-hexane solution, 3.10 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a nixed solution of zirconium tetrachloride (0.35 g, 1 .50 mmol) and 20 ml 
of diethyl ether which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while 
slowly increasing the temperature to room temperature After further stirring for 1 5 hours at room temperature, the insol- 
uble portion was removed with a glass filter. Th filtrate was concentrated under reduced pressur ,th deposited solid 
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was recrystallized with pentane and dried under reduced pressure to obtain 0.27 g (0.32 mmol, 21 % yield) of compound 
B- 13 as a yellow green powder represented by th formula given below. 



Compound B-13 



15 



20 




1 H-NMR(CDCl3): 0.30-2.32 (m,44H), 6.70-7.60 (m t 14H), 7.90-8.20 (m.2H) 
25 FD-mass spectrometry. 834 (M+) 

Elemental analysis: Zr: 10.9% (10.9) 
Calculated value in parentheses. 

Synthesis Example 30 

30 

Synthesis of compound A-14 

After charging 0.98 g (2.97 mmol) of compound L14 and 30 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.0 ml of n- 

35 butyllithium (1 .61 rnrrcx/ml n-hexane solution, 3.22 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 3.0 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 1.50 mmol) and 15 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 

40 stirring for 15 hours at room temperature, the insoluble portion of the reaction solution was filtered off, the filtered sub- 
stance was dissolved in 30 ml of diethyl ether and 50 ml of methylene chloride, and the insoluble portion was fftered off 
with a glass filter. The filtrate was concentrated under reduced pressure, and the deposited solid was recrystallized with 
diethyl ether and dried under reduced pressure to obtain 0.66 g (0.85 mmol, 57% yield) of compound A-14 as a dark 
brown powder. 
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Compound A- 14 



5 



10 



15 




1 H-NMR(CDCl3): 1.41 (S.18H), 6.70-7.90 (m,24H), 8.18 (s,2H) 
FD-mass spectrometry: 774 (M+) 
Elemental analysis: Ti: 6.2% (6.2) 
Calculated value in parentheses. 

25 

Synthesis Example 31 
Synthesis of compound B-14 

30 After charging 1.01 g (3.05 mmoQ of compound L14 and 20 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.0 ml of n- 
butytrrthium (1.61 mmot/ml n-hexane solution, 3.22 mmoQ over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a tetrahydrofuran solution containing zirconium tetrachloride (0.36 g, 1 .52 

35 mmof) which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperature. After further stirring for 8 hours at room temperature, the insoluble por- 
tion was removed with a glass filter. The filtrate was concentrated to dryness, and the deposited solid was reprectpitated 
with methylene chloride and hexane and dried under reduced pressure to obtain 0.61 g (0.74 mmol, 49% yield) of com- 
pound B-14 as a fluorescent yellow powder represented by the formula given below. 

40 

Compound B-14 



45 



50 




^-NMF^CDCy: 1.41 (s>18H). 6.80-7.90 (m,24H). 8.24 (s,2H) 
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FD-mass spectrometry: 818 
Elemental analysis: Zr: 11 .0% (1 1 .1) 
Calculated valu in parentheses. 

Synthesis Exampl 32 

Synthesis of compound A-15 

After charging 0.40 g (1 .01 mmol) of compound L15 and 10 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 0.77 ml of rv 
butyllithium (1.55 mmolAnl n-hexane solution, 1.19 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 1 .0 ml of a titanium tetrachloride solution (0.5 
mmolAnl heptane solution, 0.50 mmof) and 10 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, stirring was continued while slowfy increasing the temperature to room temperature. After further 
stirring for 15 hours at room temperature, the insoluble portion was filtered off with a glass fitter. The filtrate was con- 
centrated under reduced pressure, and the deposited solid was repreciprtated with diethyl ether and hexane and dried 
under reduced pressure to obtain 0.19 g (0.21 mmol, 42% yield) of compound A-15 as a red brown powder. 



1 H-NMR(CDd3): 0.60-1.30 (m.6H), 6.50-7.80 (m,36H). 7.80-7.90 (m,2H) 
FD-mass spectrometry: 900 (M+) 
Elemental analysis: Ti: 5.5% (5.3) 
Calculated value in parentheses. 

Synthesis Exam ple 33 

Synthesis of compound B-1 5 

After charging 0.40 g (1 .02 mmol) of compound L15 and 10 ml of tetrahydrofuran into a 100 ml reactor which had 
been adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 0.77 
ml of n-butyllithium (1 .55 mmolAnl n-hexane solution, 1 .19 mmol) over 5 minutes, the temperature was slowly increased 
to room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium saft solution. After 
cooling the solution to -78°C, solid zirconium tetrachloride (0. 1 2 g, 0.50 mmol) was added. After completion of the addi- 
tion, stirring was continued while slowly increasing the temperature to room temperature. After further stirring for 15 
hours at room temperature, the solvent of the reaction solution was distilled off. The resulting solid was Dissolved in 50 
ml of methylene chloride, and the insoluble portion was removed with a glass filter. The filtrate was concentrated under 
reckiced pressure, and the deposited solid was reprecipttated with diethyl ether and hexane and dried under reduced 
pressure to obtain 0.20 g (0.21 mmol, 42% yield) of compound B-15 as a grayish white powder represented by the for- 
mula given below. 



Compound A-15 
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Compound B-15 



5 




10 




0 




;zrci 2 



15 



SiPh 2 Me 



20 1 H-NMRfCDCy: 0.70-1 .00 (m,6H), 6.60-7.60 (m,36H), 7.70-7.80 (m,2H) 
FD-mass spectrometry: 944 (M+) 
Bemental analysis: Zr: 9.4% (9.6) 
Calculated value in parentheses. 

25 Synthesis Example 34 

Synthesis of compound A- 16 

After charging 1.0 g (4.73 rnrrtol) of compound L16 and 20 ml of diethyl ether into a 100 ml reactor which had been 
30 adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 3.2 ml of n- 
butyllithium (1.55 mmol/ml n-hexane solution, 4.96 mmoQ over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 4.7 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 2.35 mmoQ and 20 ml of diethyl ether which had been cooled to -78°C. After completion of 
35 the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 15 hours at room temperature, the reaction solution was ffltered, and the f iltered substance was dissolved in 
50 ml of methylene chloride. The insoluble portion was removed, the ffitrate was concentrated under reduced pressure, 
and the deposited solid was reprectprtated with methylene chloride and hexane and dried under reduced pressure to 
obtain 0.96 g (1 .78 mmol, 75% yield) of compound A-1 6 as a pale brown powder. 



40 



Compound A- 16 



50 
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EPO 874005 A1 



1 H-NMR(CDCl3): 1.90 (s,6H). 6.50-7.30 (m,16H), 7.90 (s,2H) 
FD-mass spectrometry: 538 (M+) 
Elemental analysis: Ti: 9.0% (8.9) 
Calculated value in parentheses. 

5 

Synthesis Exampi 35 
Synthesis of compound B-16 

io After charging 1.0 g (4.73 mmol) of compound L16and 20 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 3.2 ml of n- 
butyflithium (1.55 mmoi/rnl n-hexane solution, 4.96 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a mixed solution of zirconium tetrachloride (0.55 g, 2.36 mmol) and 20 ml of diethyl 

is ether which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperature After further stirring for 15 hours at room temperature, the reaction 
solution was filtered off. The solvent of the filtrate was distilled off, and the resulting solid was recrystallized with diethyl 
ether, methylene chloride and hexane and dried under reduced pressure to obtain 0.49 g (0.84 mmol, 36% yield) of 
compound B-16 as a yellow green powder represented by the formula given below. 

20 



Compound B-16 



25 



30 



35 




ZrCl 2 



1 H-NMR(CDC»3): 2.00 (s,6H), 6.40-7.40 (m,16H), 8.10 (s£H) 
FD-mass spectrometry: 582 (M+) 
40 Elemental analysts: Zr: 15.9% (15.7) 
Calculated value in parentheses. 

Synthesis Example 36 

45 Synthesis of compound A-17 

After charging 1 .0 g (2.77 mmol) of compound L1 7 and 20 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.87 ml of n- 
butyllithium (1.55 mmcMrrd n-hexane solution, 2.90 mmol) over 5 minutes, the temperature was slowly increased to 

so room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 2.76 ml of a titanium tetrachloride solution (0.5 
mmoi/rnl heptane solution, 1.38 mmol) and 20 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 15 hours at room temperature, the insoluble portion was filtered off with a glass filter. The filtrate was con- 

55 centrated under reduced pressure, and the deposited solid was reslurried with hexane. The slurry was filtered to 
remove the solvent and the sofid was dried under reduced pressure to obtain 0.15 g (0.18 mmol, 13% yield) of com- 
pound A-17 as a brown powder. 
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Compound A-17 




1 H-NMR(CDCl3): 3.20-3.80 (m,4H), 6.90-7.81 (m,30H), 8.15 (s,2H) 
FD-mass spectrometry: 838 (M+) 
Elemental analysis: T1: 5.9% (5.7) 
Calculated value in parentheses. 

Synthesis Example 37 

Synthesis of compound B-17 

After charging 1.0 g (2.77 mmoQ of compound L17 and 20 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .87 ml of n- 
butyllithium (1.55 mmol/ml n-hexane solution, 2.90 mmol) ever 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a mixed solution of zirconium tetrachloride (0.32 g, 1 .37 mmol) and 20 ml of diethyl 
ether which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperature. After further stirring for 15 hours at room temperature, the insoluble 
portion in the reaction solution was removed with a glass filter. The filtrate was concentrated under reduced pressure, 
and the deposited solid was reslurried with hexane. The slurry was filtered to remove the solvent and the solid was dried 
under reduced pressure to obtain 0.71 g (0.88 mmol, 58% yield) of compound B-17 as a yellow green powder repre- 
sented by the formula given below. 
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1 H-NMR(CDCl3): 3.30-3.80 (m,4H), 6.71-7.72 (m,30H), 8.25 (s,2H) 
25 FD-mass spectrometry: 882 (Mt) 

Elemental analysis: Zr: 10.6% (10.3) 
Calculated value in parentheses. 

Synthesis Example 38 

30 

Synthesis of compound A-18 

After charging 0.59 g (2.20 mmoQ of compound L18 and 10 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .49 ml of n- 

35 butyilrthium (1.55 mmol/ml n-hexane solution, 2.31 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 2.2 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 1.10 mmol) and 10 ml of tetrahydrofuran which had been cooled to -78°C. After completion 
of the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After fur- 

40 ther stirring for 15 hours at room temperature, the mixture was concentrated to dryness, and the resulting solid was dis- 
solved in 20 ml of methylene chloride. The insoluble portion was filtered off with a glass filter, the filtrate was 
concentrated under reduced pressure, and the deposited solid was repreciprtated with diethyl ether and hexane at - 
78°C and dried under re&iced pressure to obtain 0-27 g (0.41 mmol, 37% yield) of compound A-18 as a brown powder. 
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Compound A- 18 




1 H-NMR(CDCl3): 1.22 (s,18H), 2.40 (s,6H), 6.44-7.80 (m,14H), 8.21 (S.2H) 
20 FD-mass spectrometry: 650 (M+) 
Elemental analysis: Ti: 7.1% (7.4) 
Calculated value in parentheses. 

Synthesis Example 39 

25 

Synthesis of compound B-18 

After charging 0.60 g (2.25 mmol) of compound L1 8 and 1 0 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .52 ml of n- 

30 butyllithium (1.55 mmoUml n-hexane solution, 2.36 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride (0.26 g, 1.12 mmol) in 10 ml of tetrahydrofuran 
which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly increas- 
ing the temperature to room temperature. After further stirring for 8 hours at room temperature, the solvent of the reac- 

35 tion solution was distilled off. The resulting solid was dissolved in 20 ml of methylene chloride, and the insoluble portion 
was removed with a glass titer. The filtrate was concentrated under reduced pressure, and the deposited solid was 
reprecrprtated with diethyl ether and hexane and dried under reduced pressure to obtain 0.16 g (0.24 mmol, 21% yield) 
of compound B-18 as a yellow green powder represented by the formula given below. 

40 

Compound B-18 



45 



50 




55 

^NMRfCDCIg): 1.13 (S.18H), 2.39 (S.6H). 6.50-7.75 (m,14H), 8.26 (s,2H) 
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FD-mass spectrometry: 694 (M+) 
Elemental analysis: Zr: 13.1% (13.1) 
Calculated value in parentheses. 

Synthesis Example 40 

Synthesis of compound B-19 

After charging 0.70 g (2.25 mmof) of compound L19 and 10 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.52 ml of rv 
butyllrthium (1 .55 mmolAnl n-hexane solution, 2.36 mmof) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride (0.26 g, 1.12 mmol) in 1 0 ml of tetrahydrofuran 
which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly increas- 
ing the temperature to room temperature. After further stirring for 1 5 hours at room temperature, the solvent of the reac- 
tion solution was distilled off. The resulting solid was dissolved in 20 ml of methylene chloride, and the insoluble portion 
was removed with a glass f iter. The filtrate was concentrated under reduced pressure, and the deposited solid was 
reprectprtated with diethyl ether and hexane and dried under reduced pressure to obtain 0.16 g (0.20 mmol, 18% yield) 
of compound B-19 as a yellow green powder represented by the formula given below. 



1 H-NMR(CDCl3): 1.43 (S.18H), 1.47 (s,18H), 6.90-7.60 (m.14H). 8.40 (s,2H) 
FD-mass spectrometry: 778 (M+) 
Elemental analysis: Zr: 12.1% (11.7) 
Calculated value in parentheses. 

Synthesis Example 41 

Synthesis of compound B-20 

After charging 0.63 g (2.25 mmol) of compound L20 and 10 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .52 ml of n- 
butyllrthium (1 .55 mmolArtl n-hexane solution, 2.36 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride (0.26 g, 1.12 mmol) in 1 0 ml of tetrahydrofuran 
which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly increas- 
ing the temperature to room temperature. After further stirring for 1 5 hours at room temperature, the solvent of the reac- 
tion solution was distilled off. The resulting solid was dissolved in 25 ml of methylene chloride, and the insoluble portion 
was removed with a glass titer. The filtrate was concentrated under reduced pressure, and the deposited solid was 
reprectprtated with diethyl ether and hexane and dried under reduced pressure to obtain 0.35 g (0.48 mmol, 43% yield) 
of compound B-20 as a yellow powder represented by th formula given below. 



Compound B-19 
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Compound B-20 
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ZrCl 2 



1 H-NMR(CDCl3): 1.40 (S.18H), 1.50 (s,18H), 251 (S.12H). 6.70-7.40 (m.12H). 8.33 (s,2H) 
20 FD-mass spectrometry: 720 (M+) 

Elemental analysis: Zr: 12.8% (12.6) 
Calculated value in parentheses. 

Synthesis Example 42 

25 

Synthesis of compound A-21 

After charging 0.80 g (2.50 mmd) of compound L21 and 10 ml of diethyl ether into a 100 ml reactor which had been 
ad quatery dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.7 ml of n- 

30 butyllithium (1 .55 mmoVrnl rvhexane solution, 2.64 mmol) over 5 minutes, the temperature was slowly increased to 0°C. 
and stirring was continued for 4 hours at OX to prepare a lithium salt solution. The solution was then slowly added drop- 
wise to a mixed solution containing 2.5 rrd of a titanium tetrachloride solution (0.5 mmoi/ml heptane solution, 1 .25 mmol) 
and 10 ml of diethyl ether which had been cooled to -78°C. After completion of the dropwise addition, stirring was con- 
tinued while slowly increasing the temperature to room temperature. After further stirring for 8 hours at room tempera- 

35 ture, the mixture was concentrated to dryness, and the resulting solid was dissolved in 50 rrd of diethyl ether and 60 ml 
of methylene chloride The insoluble portion was filtered off with a glass fitter, the filtrate was concentrated under 
reduced pressure, and the deposited sofid was recrystatlized with diethyl ether and dried under reduced pressure to 
obtain 0.07 g (0.09 mmol, 8% yield) of compound A-21 as a red brown powder. 

40 

Compound A-21 
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^NMRfCDCy: 1.34 (s,18H), 6.75-7.75 (m,14H), aiO (s,2H) 
FD-mass spectrometry: 758 (M+) 
Elemental analysis: Ti: 6.5% (6.3) 
Calculated value in parentheses. 

5 

Synthesis Exampl 43 
Synthesis of compound B-21 

w After charging 1.03 g (3.20 mmol) of compound L21 and 10 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.0 ml of n- 
butytlithium (1.61 mmol/ml n-hexane solution, 3.22 mmol) over 5 minutes, the temperature was slowly increased to - 
15°C and stirring was continued for 2 hours at -15°C to prepare a lithium salt solution. The solution was then added 
dropwise to a solution of zirconium tetrachloride (0.36 g, 1 .54 mmol) in 10 ml of tetrahydrofuran which had been cooled 

75 to -78°C. After completion of the dropwise addition, stirring was continued while slowly increasing the temperature to 
room temperature. After further stirring for 15 hours at room temperature, the solvent of the reaction solution was dis- 
tilled off. The residue was dissolved in 20 ml of toluene; and the reaction was continued for 3 hours under reflux condi- 
tions. The solvent was distilled off, the resulting solid was dissolved in 50 ml of methylene chloride, and the insoluble 
portion was removed with a glass ffiter. The filtrate was concentrated under reduced pressure, and the deposited solid 

20 was reprecipitated with diethyl ether and hexane and dried under reduced pressure to obtain 0.33 g (0.41 mmol, 27% 
yield) of compound B-21 as an ocher powder represented by the formula given below. 



Compound B-21 

25 



30 



35 




2rCl 2 



1 H-NMR(CDCl3): 154 (S.18H), 6.80-7.78 (m,14H), 8.15 (s,2H) 
FD-mass spectrometry: 802 (M+) 
45 Elemental analysis: Zr: 11.7% (11.4) 
Calculated value in parentheses. 

Synthesis Example 44 

so Synthesis of compound A-22 

After charging 0.50 g (1 .77 mmol) of compound L22 and 40 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.20 ml of n- 
butyHrthium (1.55 mmol/ml n-hexane solution, 1.86 mmol) over 5 minutes, the temperature was slowly increased to 
55 room temperature, and stirring was continued tor 4 hours at room temperature to prepare a lithium saft solution. The 
solution was then slowly added dropwise to a mixed solution containing 1 .77 ml of a titanium tetrachloride solution (0.5 
mmol/rnt heptane solution, 0.89 mmol) and 50 ml of diethyl ether which had been cooled to -78°C. 

After completion of the dropwise addition, stirring was continued while sJowty increasing the temperatur to room 
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OMe ; 




1 H-NMR(CDCl3): 0.70-1.80 (m,18H), 3.50-4.00 (m,6H), 6.40-7.70 (m,14H), 8.05 (s,2H) 
FD-mass spectrometry: 682 
Elemental analysts: Ti: 7.3% (7.0) 
Calculated value in parentheses. 

30 

Synthesis Example 45 
Synthesis of compound B-22 

35 After charging 0.50 g (1 .77 rnrnd) of compound L22 and 25 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .20 ml of n- 
butyllrthium (1.55 mnxMrrtf n-hexane solution, 1.86 rnrnoQ over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a mixed solution of zirconium tetrachloride (0.21 g, 0.99 rnrnof) in 10 ml of diethyl 

40 ether and 60 ml of tefrartydrofuran which had been cooled to -78°C. After completion of the dropwise addition, stirring 
was continued while slowly increasing the temperature to room temperature. After further stirring for 1 5 hours at room 
temperature, the solvent of the reaction solution was distilled off. The resulting solid was resJurried with 70 ml of hexane, 
and the insoluble portion was separated off with a glass filter. The filtered substance was dissolved in 100 ml of diethyl 
ether and 70 ml of hexane. After removing out the insoluble portion, the filtrate was concentrated under reduced pres- 

45 sure. The deposited solid was washed with hexane and dried under reduced pressure to obtain 0.08 g (0.11 mmol, 11% 
yield) of compound B-22 as a yellow green powder represented by the formula given below. 
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Compound B-22 



OMe 




;ZrCl 2 



1 H-NMR(CDQ3): 1.40 (S.18H), 3.75 (S.6H), 6.40-7.70 (m,t4H), 8.10 (s,2H) 
FD-mass spectrometry: 726 (M+) 
Elemental analysis: Zr: 12.3% (12.6) 
Calculated value in parentheses. 

Synthesis Example 46 

Synthesis of compound A-23 

After charging 1 .01 g (4.33 rnmol) of compound L23 and 22 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.9 ml of n- 
butyllithium (1 .55 mmol/ml n-hexane solution. 4.50 rnmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 4.25 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 2.13 rnmol) and 20 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, Stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 1 5 hours at room temperature, the reaction solution was filtered, the filtrate was concentrated to dryness, and 
the resulting solid was reprecipitated with methylene chloride, diethyl ether and hexane and dried under reduced pres- 
sure to obtain 0-26 g (0.44 rnmol, 21% yield) of compound A-23 as a brown powder. 



Compound A-23 




1 H-NMR(CDCI 3 ): 0.82-1.40 (m,12H), 2.90-3.30 (m,2H), 6.60-7.40 (m,16H), 8.10 (s,2H) 
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FD-mass spectrometry: 594 (M+) 
Elemental analysis: Ti: 8.0% (8.0) 
Calculated value in parentheses. 

Synthesis Example 47 

Synthesis of compound B-23 

After charging 1 .02 g (4.25 rrtmd) of compound L23 and 20 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 3.43 ml of n- 
butyHrthium (1.55 mmd/ml n-hexane solution, 5.32 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a mixed solution of zirconium tetrachloride (0.50 g, 2.15 mmof) and 20 ml of diethyl 
ether which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperature. After further stirring for 15 hours at room temperature, the insoluble 
portion was removed with a glass filter. The filtrate was concentrated under reduced pressure, and the deposited solid 
was repreciprtated with diethyl ether, methylene chloride and hexane and dried under reduced pressure to obtain 0.61 
g (0.96 mmol, 45% yield) of compound B-23 as a yellow green powder represented by the formula given below. 



1 H-NMR(CDCt3): 0.80-1.30 (m,12H), 2.90-3.25 (m,2H), 6.72-7.43 (m.16H), 8.20 (s,2H) 
FD-mass spectrometry: 638 (M+) 
Elemental analysis: Zr: 14.0% (14.3) 
Calculated value in parentheses. 

Synthesis Example 48 

Synthesis of compound A-24 

After charging 0.52 g (2.05 mmol) of compound L24and 40 ml of diethyl ether into a 100 ml reactor which had been 
ad quatefy dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .36 ml of n- 
butyllithium (1.55 mmol/ml n-hexane solution, 2.11 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt slurry. The solu- 
tion was slowly added dropwise to a mixed solution containing 2.04 ml of a titanium tetrachloride solution (0.5 mmol/ml 
heptane solution, 1 .02 mmol), 40 ml of diethyl ether and 20 ml of tetrahydrofuran which had been cooled to -78°C. After 
completion of the dropwise addition, stirring was continued while slowly increasing the temperature to room tempera- 
ture. After further stirring for 15 hours at room temperature, the solvent of the reaction solution was distilled off. The 
resulting solid was resturried with 1 00 ml of diethyl ether, and the insoluble portion was separated off with a glass f iter. 
The filtered substance was washed with diethyl ether and dissolved in methylene chloride. After removing the insoluble 
portion, the ffitrate was concentrated under reduced pressure, and the deposited solid was washed with hexane and 
dried under reduced pressure to obtain 0.12 g (0.19 mmol, 19% yield) of compound A-24 as an orange powder. 



Compound B-23 
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Compound A- 2 4 



5 



15 



10 




TiCl 2 



1 H-NMR(CDd 3 ): 0.80-2.30 (m,18H), 6.30-9.20 (m,14H), 8.35 (bfB,2H) 



20 



FD-mass spectrometry: 624 (M+) 
Elemental analysis: Tl: 8.1% (7.7) 
Calculated value in parentheses. 



Synthesis Example 49 



25 



Synthesis of compound B-24 

After charging 0.76 g (2.99 mmol) of compound L24 and 40 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.91 ml of n- 

30 butyllrthium (1.61 mmol/ml n-hexane solution, 3.08 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt slurry. Trie solu- 
tion was then added dropwise to a mixed solution of zirconium tetrachloride • 2THF complex (0.563 g p 1 .49 mmol) in 80 
ml of tetrahydrofuran which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued 
while slowly increasing the temperature to room temperatura After further stirring for 15 hours at room temperature, 50 

35 ml of toluene was added, and the reaction solution was heated at 80°C for 1 0 hours and then at 90°C for 30 hours while 
stirring. The solvent of the reaction solution was distilled off, the resulting solid was reslunied with 150 ml of diethyl 
ether, and the insoluble portion was separated off with a glass filter. After washing the filtered substance with diethyl 
ether, it was cfissorved in methylene chloride, the insoluble portion was removed out and then the filtrate was concen- 
trated under reduced pressure. The deposited solid was washed with hexane and dried under reduced pressure to 

40 obtain 0.43 g (0.64 mmol, 43% yield) of compound B-24 as a yellow powder represented by the formula given below. 



Compound B-24 



45 




N. 



50 



55 
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1 H-NMR(CDCt3): 0.60-2.30 (m,18H), 6.30-9.40 (m,14H), 8.35 (brs, 2H) 
FD-mass spectrometry: 668 (M+) 
Elemental analysis: Zr : 1 32% (1 3.6) 
Calculated value in parentheses. 

5 

Synthesis Example 50 
Synthesis of compound A-25 

w After charging 0.50 g (1.93 mmd) of (impound L25and 20 ml of diethyl ether into a 100 mJ reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .42 ml of n- 
butyflrthium (1.55 mmolAnl n-hexane solution, 2.20 mmoQ over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was slowly added dropwise to a mixed solution containing 1 .93 ml of a titanium tetrachloride solution (0.5 

15 mmot/rnl heptane solution, 0.97 mmoQ and 50 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 1 5 hours at room temperature, the reaction solution was fftered with a glass filter, and the filtered substance 
was washed with diethyl ether and dissolved in methylene chloride After removing the insoluble portion, the filtrate was 
concentrated under reduced pressure, and the deposited solid was washed with hexane and dried under reduced ores- 

20 sure to obtain 0.11 g (0.17 mmol, 18% yield) of compound A-25 as a red brown powder. 



Compound A-25 



25 



30 



35 




TiCl 2 



40 1 H-NMR(CDCl3): 1 .65 (s,18H), 0.50-2.40 (mj20H), 3.85 (brdt,2H), 6.90-7.70 (m,6H), 8.20 (s,2H) 
FD-mass spectrometry. 634 (M+) 
Elemental analysis: Ti: 7.6% (7.5) 
Calculated value in parentheses. 

45 Synthesis Example 51 

Synthesis of compound B~25 

After charging 0.50 g (1.93 mmol) of compound L25 and 20 ml of diethyl ether into a 100 ml reactor which had been 
so adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .42 ml of n- 
butyllithium (1.55 mmolAnl n-hexane solution, 2.20 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride (0.23 g, 0.99 mmol) in 50 ml of diethyl ether 
which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly increas- 
es ing the temperature to room temperature. After further stirring for 15 hours at room temperature, the reaction solution 
was fftered with a glass filter, and the filtrate was concentrated under reduced pressure. The deposited solid was 
washed with hexane and dried under reduced pressure to obtain 0.28 g (0.41 mmol, 43% yield) of compound B-25 as 
an ocher powder represented by the formula given below. 



120 



EPO 874005 A1 

Compound B-25 



5 



10 




15 



20 



1 H-NMR(CDd3): 1.65 (S.18H), 0.70-2.50 (m,20H), 3.85 (brdt,2H), 6.70-7.70 (m,6H), 8.25 (s,2H) 
FD-mass spectrometry: 678 (M+) 
Elemental analysis: Zr: 13.3% (13.4) 
Calculated value in parentheses. 



Synthesis Example 52 



25 



Synthesis of compound A-26 

After charging 0.61 g (2.28 mmol) of compound L26and 10 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .6 ml of n- 

30 butyllrthium (1.55 mmoi/rrd n-hexane solution, 2.48 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 2.2 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 1.10 mmol) and 10 ml of tetrahydrofuran which had been cooled to -78°C. After completion 
of the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After fur- 

35 ther stirring for 12 hours at room temperature, the insoluble portion was filtered out with a glass filter, the filtrate was 
concentrated under reduced pressure, and the deposited solid was reprecipitated with diethyl ether and hexane at - 
78°C and dried under reduced pressure to obtain 0.36 g (0.55 mmol, 51% yield) of compound A-26 as a brown powder. 



40 



Compound A-26 



50 



45 




55 



^NMRfCDCy: 1.33 (S.18H). 2.14 (s.6H), 6.60-7.68 (m.14H). 8.03 (S.2H) 
FD-mass spectrometry: 650 (M+) 
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Elemental analysts: Ti: 7.4% (7.3) 
Calculated value in parentheses. 

Synthesis Example 53 

Synthesis of compound B-26 

After charging 0.61 g (2.28 mmo)) of compound L26 and 10 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .6 ml of n- 
butyllrthium (1.55 mmol/rrt! n-hexane solution, 2.48 mmof) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride (0.27 g, 1 .15 mmol) in 10 ml of diethyl ether 
which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly increas- 
ing the temperature to room temperature. After further stirring for 12 hours at room temperature, the insoluble portion 
was removed with a glass filter- The filtrate was concentrated under reduced pressure, and the deposited solid was 
repreciprtated with diethyl ether and hexane and dried under reduced pressure to obtain 0.14 g (0.20 mmol, 18% yield) 
of compound B-26 as a yellow green powder represented by the formula given below. 



1 H-NMR(CDCl3): 1.31 (S.18H), 2.14 (s,6H), 6.69-7.65 (m,14H), 8.09 (s,2H) 
FD-mass spectrometry: 694 (M+) 
Elemental analysis: Zr: 13.1% (13.1) 
Calculated value in parentheses. 

Synthesis Example 54 

Synthesis of compound A-27 

After charging 0.30 g (1 .00 mmol) of compound L27 and 10 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 0.65 ml of n- 
butyllithium (1.55 mmoUrrtl n-hexane solution, 1.00 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 1 .0 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 0.50 mmol) and 10 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise adaption, stirring was continued while slowly increasing the temperature to room temperature. After first 
stirring for 12 hours at room temperature and then stirring fa one hour under reflux, the insoluble portion was filtered 
out with a glass fater. The filtrate was concentrated under reduced pressure, and the deposited solid was repreciprtated 
with diethyl ether and hexane and dried under reduced pressure to obtain 0.18 g (0.25 mmol, 50% yield) of compound 
A-27 as an orange powder. 



Compound B-26 
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Compound A-27 




1 H-NMR(CDCl3): 1.13 (sJ8H), 1.25 (brd.6H), 1.28 (brd,6H), 3.29 (brdq,2H), 6.45-6.70 (m,2H), 6.80-7.20 (m,4H), 
7.20-7.50 (m.8H), 8.23 (s,2H) 
20 FD-mass spectrometry: 706 (M+) 
Elemental analysis: Ti: 6.8% (6.8) 
Calculated value in parentheses. 

Synthesis Example 55 

25 

Synthesis of compound B-27 

After charging 0.95 g (3.20 mmol) of compound L27 and 10 mi of diethyl ether into a 100 rrd reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.08 ml of n- 

30 butyilrthium (1.55 mrmxYml n-hexane solution, 3.22 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride (0.37 g, 1 .60 mmol) in 1 0 ml of tetrahydrofuran 
which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly increas- 
ing the temperature to room temperatura After first stirring for 12 hours at room temperature and then stirring for 6 

35 hours under reflux, the solvent of the reaction solution was distilled off. The resulting solid was dissolved in 50 ml of 
methylene chloride, and the insoluble portion was removed with a glass ffrter. The filtrate was concentrated under 
reduced pressure, and the deposited solid was reprectprtated with methylene chloride and hexane and dried under 
reduced pressure to obtain 0.18 g (0.24 mmol, 15% yield) of compound B-27 as a yellow powder. 

40 

Compound B-27 



45 



50 




55 



1 H-NMR(CDCy: 1.10 (s,18H), 1.10-1.40 (m,12H), 3.20-3.30 (m£H), 6.30-6.60 (m,2H), 6.70-7.10-7.60 (m,8H), 
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10 



25 



30 



8.28 (s,2H) 

FD-mass spectrometry: 750 (M+) 
Elemental analysts: Zr: 12.0% (12.2) 
C: 63.5% (64.0) H: 6.6% (6.4) N: 3.5% (3.7) 
Calculated values in parentheses. 

Synthesis Example 56 

Synthesis of compound A-28 



After charging 0.50 g (1 .37 mmol) of compound L28 and 40 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 0.92 ml of n- 
butyllithium (1.55 mmolAnl n-hexane solution, 1.43 mmol) ever 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 

is solution was then slowly added dropwise to a mixed solution containing 1 .37 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane, 0.69 mmol) and 40 ml of diethyl ether which had been cooled to -78°C. After completion of the drop- 
wise addition, stirring was continued while slowly increasing the temperature to room temperature. After further stirring 
for 8 hours at room temperature, the reaction solution was filtered with a glass filter, the filtered substance was washed 
with diethyl ether, and then the insoluble portion was removed out by filtration. The filtrate was concentrated under 

20 reduced pressure, and the deposited solid was washed with hexane and dried under reduced pressure to obtain 0.17 
g (0.20 mmol. 29% yield) of compound A-28 as a brown powder. 



Compound A-28 




40 

1 H-NMR(CDCl3): 0.70-1.40 (m,54H), 6.65-7.75 (m,12H), 8.35 (s,2H) 
FD-mass spectrometry: 846 (M+) 
Elemental analysis: Ti: 5.5% (5.7) 
Calculated value in parentheses. 

45 

Synthesis Example 57 
Synthesis of compound B-28 

so After charging 0.50 g (1 .37 mmol) of compound L28 and 40 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 0.92 ml of n- 
butyllithium (1.55 mmoMmi n-hexane solution, 1.43 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a mixed solution of zirconium tetrachloride (0.16 g, 0.69 mmol) in 20 ml of anhy- 

55 drous diethyl ether and 50 ml of tetrahydroturan which had been cooled to -78°C. After completion of the dropwise addi- 
tion, stirring was continued whde slowly increasing the temperature to room temperature. After further stirring for 12 
hours at room temperature, the solvent of the reaction solution was distilled off. The resulting solid was reslurried with 
diethyl ether, the insoluM portion was removed off with a glass filter, and the filtrate was concentrated under reduced 
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pressur . The deposited solid was repredprtated with hexane at -78°C and dried under reduced pressure to obtain 0.26 
g (O^mmol, 43% yield) of compound B-28 as a yellow powder represented by the formula given below. 




1 H-NMR (CDCI3): 0.80-1.30 (m,54H). 6.65 (m,12H), 8.35 (s,2H) 
FD-mass spectrometry: 890 
Elemental analysis: Zr: 9.9% (10.2) 
25 Calculated value in parentheses. 



Synthesis Example 58 



Synthesis of compound A-29 

30 

After charging 0.60 g(1 .79 mmoQ of compound L29 and 40 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.17 ml of n- 
butyllrthium (1.55 mmolAnl n-bexane solution, 1.81 mmoQ over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 

35 solution was then slowly added oVopwise to a mixed solution containing 1 .79 ml of a titanium tetrachloride solution (0.5 
mmol/rnl heptane solution, 0.90 rnmol) and 50 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After stirring 
for 12 hours at room temperature, the reaction solution was fftered with a glass filter to remove the insoluble portion. 
The filtrate was concentrated under reduced pressure, and the deposited solid was washed with hexane and dried 

40 under reduced pressure to obtain 0.10 g (0.13 rnmol, 14% yield) of compound A-29 as a red brown powder. 
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1 H-NMR(CDCl3): 0.80-2.30 (rr\20H), 1.55 (S.18H), 3.65 {brdt,2H), 6.60-8.10 (m,16H) 
FD-mass spectrometry: 786 (M+) 
Elemental analysts: Ti: 6.4% (6.1) 
Calculated value in parentheses. 

Synthesis Examol 59 

Synthesis of compound B-29 

After charging 0.50 g(1 .48 mmol) of compound L29 and 40 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .02 ml of n- 
butyllithium (1.61 mmolAnl n-hexane solution, 1.64 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride • 2THF complex (0.26 g, 0.69 mmol) in 40 ml 
of tetrahydrofuran which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued 
while slowly increasing the temperature to room temperature. After further stirring for 8 hours at room temperature, 70 
ml of toluene was added, the reaction solution was heated at 80°C for 20 hours while stirring. The solvent of the reaction 
solution was distilled off, the resulting solid was reshirried with 50 ml of diethyl ether. The slurry was filtered with a glass 
filter to remove off the insoluble portion, and then the filtrate was concentrated under reduced pressure. The deposited 
solid was reprectprtated with hexane at -78°C and dried under reduced pressure to obtain 0.04 g (0.05 mmol, 7% yield) 
of compound B-29 as a yellowish white powder represented by the formula given below. 



1 H-NMR(CDCl3): 0.90-1.90 (m,20H), 1.55(s,18H), 3.25 (brdt,2H). 6.40-7.90 (m,16H) 
FD-mass spectrometry: 830 (M+) 
Semental analysis: Zr: 1 1 .3% (1 1.0) 
Calculated value in parentheses. 

Synthesis Example 60 

Synthesis of ccnTpounc- A-3Q 

After charging 0.51 g (1 .86 rnmd) of compound L30 and 50 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .20 ml of n- 
butyllithium (1.61 mmolAn) n-hexane solution, 1.93 mmoQ over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a solution containing 1.85 ml of a titanium tetrachloride solution (0.5 
mmoi/ml heptane solution, 0.93 mmol) and 60 ml of tetrahydrofuran which had been cooled to -78°C. After completion 
of the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. Further 
stirring for 8 hours at room temperature, the reaction solution was heated at 60°C for 8 hours while stirring, and the sol- 
vent was then distilled off. Th resulting solid was reslurried with diethyl ether and filtered with a glass fitter, and the fB- 
tered substance was washed with diethyl ether and then dissolved in methyl en chloride. After removal of the insoluble 



Compound B-29 
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portion by filtration, the filtrate was concentrated under reduced pressure, and the deposited solid was washed with 
hexane and dried under reduced pressur to obtain 0.14 g (0.21 mmol, 23% yield) of compound A-30 as a red orange 
powder. 



Compound A-30 




1 H-NMR(CDCl3): 1.10-2.10 (m,20H), 1.45 (s,18H), 2.40 (s,6H), 3.85 (brdt,2H), 6.70-7.70 (m,6H) 
FD-mass spectrometry: 662 (M+) 
Elemental analysis: Ti: 7.1% (7.2) 
Calculated value in parentheses. 

Synthesis Example 61 

Synthesis of compound B-30 

After charging 0.51 g (1 .86 mmol) of compound L30 and 50 ml of diethyl ether into a 1 00 ml reactor which hoi been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.20 ml of n- 
butyllrthium (1.61 mmol/ml n-hexane solution, 1.93 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was added dropwise to a solution of zirconium tetrachloride (0.22 g, 0.94 mmol) in 60 ml of tetrahydrofuran 
which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly increas- 
ing the temperature to room temperature. After further stirring for 12 hours at room temperature, 60 ml of toluene was 
added, and the reaction solution was heated at 85°C for 12 hours while stirring. 

The solvent of the reaction solution was cCstflled off. The resulting solid was reslurried with 100 ml of diethyl ether, 
the slurry was filtered with a glass filter to remove off the insoluble portion, and then the fftrate was concentrated under 
reduced pressure. The deposited solid was washed with hexane and dried under reduced pressure to obtain 0.10 g 
(0.14 mmol, 15% yield) of compound B-30 as a milky white powder represented by the formula given below. 
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Compound B-30 




1 H-NMR(CDCl3): 0.80-2.10 (m,20H),1.45 (s,18H), 2.40 (s,6H), 3.75 (brdt,2H), 6.50-7.80 (m,6H) 
20 FD-mass spectrometry: 704 (M+) 

□emental analysis: Zr: 13.3% (12.9) 
Calculated value in parentheses. 

Synthesis Example 62 

25 

Synthesis of compound A-31 



After charging 1.00 g (4.22 mmol) of compound L31 and 20 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.75 ml of n- 

30 butyllithium (1.61 mmo*/ml n-hexane solution, 4.43 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 4.22 ml of a titanium tetrachloride solution (0.5 
mmot/ml heptane solution, 2.1 1 mmol) and 20 ml of diethyl ether which had been cooled to -78°C. 

After completion of the dropwise addition, stirring was continued while slowly increasing the temperature to room 

35 temperature. After stirring for 12 hours at room temperature, the reaction solution was filtered with a glass filter. The fil- 
tered substance was dissolved in 50 ml of methylene chloride, and the insoluble portion was removed. The filtrate was 
evaporated to dryness under reduced pressure, and the resulting solid was repreciprtated with methylene chloride and 
diethyl ether and dried under reduced pressure to obtain 0.90 g (1.55 mmol, 72% yield) of compound A-31 as a brown 
powder. 



40 



45 



50 



55 



Compound A-31 
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1 H-NMR(CDCl3): 6.70-7.40 (m,16H). 7.90-8.20 (m,2H) 
FD-mass spectrometry: 578 (M+) 
Elemental analysis: Ti: 8.0% (8.3) 
Calculated valu in parentheses. 

5 

Synthesis Examol 63 
Synthesis of compound B-31 

10 After charging 1 .20 g (5. 1 8 rnmoT) of compound L31 and 24 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 3.38 ml of n- 
butyllithium (1.61 mmol/ml n-hexane solution, 5.44 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium satt solution. The 
solution was then added dropwise to a mixed solution containing zirconium tetrachloride (0.60 g, 2.57 mmol) and 24 ml 

15 of diethyl ether which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while 
slowly increasing the temperature to room temperature. After stirring for 12 hours at room temperature, the reaction 
solution was filtered with a glass filter. The tittered substance was dissolved in 60 ml of methylene chloride and the insol- 
uble portion was removed. The filtrate was concentrated under reduced pressure, and the deposited solid was repre- 
cipitated with methylene chloride and hexane and dried under reduced pressure to obtain 0.20 g (0.32 mmol, 1 2% yield) 

20 of compound B-31 as a green powder. 



Compound B-31 



25 



30 



35 




ZrCl 2 



40 1 H-NMR(CDCl3): 6.70-7.45 (m,16H), 7.90-8.25 (m^H) 
FD-mass spectrometry: 621 (M+) 
Elemental analysis: Zr: 14.9% (14.6) 
Calculated value in parentheses. 

45 Synthesis Example 64 

Synthesis of compound A-32 

After charging 1 .00 g (5.05 mmol) of compound L32 and 50 ml of diethyl ether into a 1 00 rrd reactor which had been 
so adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 3.25 ml of n- 
butyl lithium (1.63 mmot/ml n-hexane solution, 5.30 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was cooled to -78°C, and then 2.52 ml of a titanium tetrachloride solution (0.5 rnmol/ml heptane solution, 1 .26 
mmol) was slowly added dropwise After completion of the dropwise addition, stirring was continued while slowly 
55 increasing the temperature to room temperature After further stirring for 12 hours at room temperature, the reaction 
solution was filtered with a glass filter and the filtered substance was washed with diethyl ether followed by dissolution 
in methylen chloride. After removal of the insoluble portion, the filtrate was concentrated under reduced pressure, and 
th deposited solid was washed with hexane and dried under reduced pressur to obtain 0.23 g (0.45 mmol, 1 8% yield) 



129 



EP 0 874 005 A1 



of compound A-32 as an orange powder. 



Compound 



A-32 



5 




10 



;Tici 2 



15 



FD-mass spectrometry: 512 (M+) 

20 

Synthesis Example 65 
Synthesis of compound A-33 

25 After charging 1 .09 g (4.39 rrtmd) of compound L33 and 70 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.80 ml of n- 
butyilithium (1.63 mrrtol/ml n-hexane solution, 4.56 mmoQ over 5 miriutes. the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was cooled to -78°C, and then 8.78 ml of a titanium tetrachloride solution (0.5 mmol/rnl heptane solution, 4.39 

30 mmof) was slowly added dropwise After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperature After further stirring for 12 hours at room temperature, the reaction 
solution was filtered with a glass filter and the filtered substance was washed with diethyl ether followed by dissolution 
in methylene chloride. After removal of the insoluble portion, the filtrate was concentrated under reduced pressure, and 
the deposited solid was washed with diethyl ether and dried under reduced pressure to obtain 0.22 g (0.36 mmol, 16% 

35 yield) of compound A-33 as a brown powder. 



Compound A-33 



40 



45 




50 



FD-mass spectrometry: 612 (M+) 



55 
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Synthesis Example 66 

Synthesis of compound A-34 

After charging 0.60 g (2. 13 mmol) of compound L34 and 40 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 2.75 ml of n- 
butyllithium (1.63 mmotArd n-hexane solution. 4.48 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium saft solution. The 
solution was cooled to -78°C, and then 0.71 g (2.13 mmol) of a titanium tetrachloride * tetrahydrofuran complex was 
slowly added. After completion of the addition, stirring was continued while slowly increasing the temperature to room 
temperature. After further stirring for 8 hours at room temperature, the reaction solution was filtered with a glass filter 
and the filtered substance was washed with diethyl ether followed by dissolution in methylene chloride. After removal of 
the insoluble portion, the filtrate was concentrated under reduced pressure, and the deposited solid was washed with 
hexane and dried under reduced pressure to obtain 0.19 g (0.48 mmol, 23% yield) of compound A-34 as a red powder. 



Compound A-34 




FD-mass spectrometry: 398 (M+) 

Synthesis Example 67 

Synthesis of corrpound A-35 

After charging 0.19 g of sodium hydride (60 wt% product, 4.75 rnmof) and 50 ml of tetrahydrofuran into a 100 ml 
reactor which had been adequately dried and substituted with argon, a solution of 1.00 g (2.30 rnrnol) of compound L35 
in 20 ml of tetrahydrofuran was added dropwise over 5 minutes while stirring at room temperature, after which the tem- 
perature was slowly increased to room temperature, and stirring was continued for 2 hours at 50°C to prepare a sodium 
salt solution. The solution was then slowly added dropwise to a solution of 0.77 g (2.31 mmol) of a titanium tetrachlo- 
ride • tetrahyoVofuran complex in 50 ml of tetrahydrofuran while stirring at room temperature. After completion of the 
dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 8 hours at room temperature, the reaction solution was filtered with a glass fitter and the f ttered substance 
was washed with diethyl ether followed by removal of the insoluble portion. The filtrate was concentrated under reduced 
pressure, the deposited solid was reslurried with diethyl ether, the reaction solution was filtered with a glass filter. The 
filtered substance was washed with cfiethyl ether and dissolved in methylene chloride, and the impurities were removed. 
The filtrate was concentrated under reduced pressure, and the deposited solid was washed with hexane and dried 
under reduced pressure to obtain 1.10 g (2.00 mmol, 87% yield) of compound A-35 as a red orange powder. 
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Compound A- 3 5 




FD-mass spectrometry: 550 (M+) 

Synthesis Example 68 

Synthesis of compound A-36 

After charging 0.19 g of sodium hydride (60 wt% product, 4.75 mmol) and 50 ml of tetrahydrofuran into a 100 ml 
reactor which had been adequately dried and substituted with argon, a solution of 1 .00 g (2.23 mmol) of compound L36 
in 20 ml of tetrahydrofuran was added dropwise over 5 minutes while stirring at room temperature, after which the tem- 
perature was slowly increased to room temperature, and stirring was continued for 2 hours at 50°C to prepare a sodium 
salt solution. The solution was cooled to -78°C, and then 4.50 ml of a titanium tetrachloride solution (0.5 rrtmol/ml hep- 
tane solution, 2.25 mmol) was slowly added dropwisa After completion of the dropwise addition, stirring was continued 
while slowty increasing the temperature to room temperature. After further stirring for 8 hours at room temperature, the 
reaction solution was filtered with a glass filter and the filtered substance was washed with diethyl ether and dissolved 
in methylene chloride. After removal of the insoluble portion, the filtrate was concentrated under reduced pressure, and 
the deposited solid was washed with hexane and dried under reduced pressure to obtain 0.55 g (0.97 mmol, 44% yield) 
of compound A-36 as an orange powder. 



Compound A-36 




FD-mass spectrometry: 564 (M+) 

Synthesis E xample 69 

Synthesis of compound B~37 

After charging 0.30 g of sodium hydride (60 wt% product; 7.50 mmol) and 50 ml of tetrahydrofuran into a 100 ml 
reactor which had been adequately dried and substituted with argon, a solution of 1 .00 g (3.1 6 mmol) of compound L37 
in 20 ml of tetrahydrofuran was added dropwise over 5 minutes while stirring at room temperature, after which the tem- 
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perature was slowly increased to room temperature, and stirring was continued for 2 hours at 60°C to prepare a sodium 
salt solution. The solution was then slowty added dropwise to a solution of 1.19 g (3.15 mmol) of zirconium 
tetrachloride -2THF complex in 50 ml of tetrahydrofuran while stirring at room temperature. After completion of th 
dropwise addition, stirring was continued whil slowly increasing the temperature to room temperature. After further 
5 stirring for 8 hours at room temperature, the reaction solution was filtered with a glass filter, the filtered substance was 
washed with tetrahydrofuran and th insoluble portion was removed. The f Btrate was concentrated under reduced pres- 
sure to about 1/3, the deposited solid was tittered with a glass filter, and the filtered substance was washed with cold 
tetrahydrofuran and dried under reduced pressure to obtain 1 .00 g (2.10 mmol, 66% yield) of compound B-37 as a yel- 
low powder. 

10 

Compound B-37 



75 



20 




25 



FD-mass spectrometry. 474 (M+) 

30 Synthesis Example 70 

Synthesis of compound B-38 

After charging 0.23 g of sodium hydride (60 wt% product, 5.75 mmol) and 50 ml of tetrahydrofuran into a 100 ml 
35 reactor which had been adequately dried and substituted with argon, a solution of 1 .00 g (2.73 mmol) of compound L38 
in 20 ml of tetrahydrofuran was added dropwise over 5 minutes while stirring at room temperature, after which the tem- 
perature was slowly increased to room temperature, and stirring was continued for 2 hours at 50°C to prepare a sodium 
salt solution. The solution was then slowly added dropwise to a solution of 1.03 g (2.73 mmol) of zirconium 
tetrachloride *2THF complex in 50 ml of tetrahydrofuran while stirring at room temperature. After completion of the 
40 dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 8 hours at room temperature, the reaction solution was filtered with a glass filter, the filtered substance was 
washed with tetrahydrofuran and the insoluble portion was removed by filtration. The filtrate was allowed to stand for 2 
hours, upon which a solid was deposited. The deposited solid was filtered with a glass fitter, and the filtered substance 
was washed with cold tetrahydrofuran and dried under reduced pressure to obtain 1.15 g (2.18 mmol, 80% yield) of 
45 compound B-38 as a yellow powder. 



50 



55 
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Confound B 



38 



5 



15 



10 




N 



20 



FD-mass spectrometry: 524 (M+) 

25 Synthesis Example 71 

Synthesis of compound A-39 

After charging 0.50 g (1 .87 mmol) of compound L39 and 50 ml of diethyl ether into a 100 ml reactor which had been 
30 adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.20 ml of n- 
butyllithium (1.61 mmotArrf n-hexane solution, 1.93 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was slowly added dropwise to a mixed solution containing 1.87 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 0.94 mmol) and 70 ml of diethyl ether which had been cooled to -78°C. After completion of 
35 the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 8 hours at room temperature, the reaction solution was filtered with a glass filter, and the filtered substance 
was washed with diethyl ether and then dissolved in methylene chloride. The insoluble portion was removed, the filtrate 
was then concentrated under reduced pressure, and the deposited solid was washed with hexane and dried under 
reduced pressure to obtain 0.1 1 g (0.17 mmol, 18% yield} of compound A-39 as a red powder. 



40 



Compound A-39 



Ph 



45 



50 




55 



H-NMF^CDCfe): 1.65 (S.18H). 4.65 (d,2H), 5.00 (d£H), 6.75-7.70 (m,16H), 7.75 (s,2H) 



FD-mass spectrometry: 650 (M+) 
Elemental analysts: Ti: 7.2% (7.3) 
Calculated value in parentheses. 
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Synthesis Exampt 72 



Synthesis of compound B-39 



5 After charging 0.50 g (1 .87 mmol) of compound L39 and 40 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .20 ml of n- 
butytlithium (1.61 mmoIAnl n-hexane solution. 1.93 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride * 2THF complex (0.352 g, 0.93 mmol) in 50 

10 ml of tetrahydrofuran which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued 
while slowly increasing the temperature to room temperature. After further stirring for 8 hours at room temperature, the 
reaction solution was heated at 60°C for 3 hours while stirring, and the solvent was then distilled off. The resulting solid 
was resturried with 50 ml of diethyl ether and the insoluble portion was separated off with a glass fitter. The filtered sub- 
stance was washed with 1 00 ml of diethyl ether and dissolved in methylene chloride, the insoluble portion was removed 

15 off, and the filtrate was concentrated under reduced pressure. The deposited solid was washed with hexane and dried 
under reduced pressure to obtain 0.30 g (0.43 mmol. 46% yield) of compound B-39 as a yellowish white powder repre- 
sented by the formula given below. 




1 H-NMR(CDCl3): 1.60 (s,18H) f 4.65 (d,2H), 4.95 (d,2H), 6.70-7.70 (m,16H), 7.85 (s.2H) 
35 FD-mass spectrometry: 694 (M+) 

Elemental analysis: Zr: 12.9% (13.1) 
Calculated value in parentheses. 

Synthesis Example 73 

40 

Synthesis of compound A-40 

After charging 0.58 g (2.02 mmol) of compound L40 and 40 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .50 ml of n- 

45 butyllithium (1.61 rnmoVml n-hexane solution, 2.42 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 2.00 ml of a titanium tetrachloride solution (0.5 
mmot/rnl heptane solution, 1.00 mmol) and 80 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 

so stirring for 8 hours at room temperature, the reaction solution was filtered with a glass filter, the insoluble portion was 
removed, and the filtrate was concentrated under reduced pressure The deposited solid was repretiprtated with hex- 
ane at -78°C and dried under reduced pressure to obtain 0.19 g (0.28 mmol, 28% yield) of compound A-40 as a red 
orange powder. 

55 



135 



EP0874005A1 

Compound A- 40 




1 H-NMR(CDCl3): 0.80-1.80 (m,18H). 6.50-7.90 (m,14H), 8.00^8.20 (m,2H) 
20 FD-mass spectrometry: 692 (M+) 
Elemental analysis: 71: 7.0% (6.9) 
Calculated value in parentheses. 

Synthesis Example 74 

25 

Synthesis of compound B-40 

After charging 0.58 g (2.02 mmoJ) of compound L40 and 40 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .50 ml of n- 

30 butyilrthium (1.61 mmol/ml n-hexane solution. 2.42 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing a zirconium tetrachloride • 2THF complex (0.38 
g, 1 .00 mmol) and 80 ml of tetrahydrofuran which had been cooled to -78°C. After completion of the dropwise addition, 
stirring was continued while slowly increasing the temperature to room temperature. After further stirring for 8 hours at 

35 room temperature, the solvent of the reaction solution was distilled off. The resulting solid was reslurried with 1 50 ml of 
diethyl ether, the insoluble portion was removed off with a glass fitter, and then the filtrate was concentrated under 
reduced pressure. The deposited solid was reprecipitated with hexane at -78°C and dried under reduced pressure to 
obtain 0.23 g (0.31 mmol, 31% yield) of compound B-40 as a yellow powder represented by the formula given below. 

40 

Compound B-40 



45 



so 




55 

1 H-NMR(CDCl3): 0.80-1.70 (m,18H), 6.50-7.90 (m,14H). 8.20 (s,2H) 
FD-mass spectrometry: 734 (M+) 
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Elemental analysis: Zr: 12.2% (12.4) 
Calculated value in parentheses. 

Synthesis Example 75 

Synthesis of compound A-41 

After charging 0.50 g (1 . 1 5 mmol) of compound L41 and 1 0 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .47 ml of n- 
butyllithium (1.61 mmoiArtl n-hexane solution, 2.36 mmol) over 5 minutes, the temperature was slowly increased to 
room temperature and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 2.3 ml of a titanium tetrachloride solution (0.5 
mmol/ml heptane solution, 1.15 mmol) and 10 ml of diethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After further 
stirring for 8 hours at room temperature, the solvent of the reaction solution was distilled off, and the resulting solid was 
dissolved in 25 ml of methylene chlorida The insoluble portion was filtered off with a glass fitter, the f Qtrate was concen- 
trated under reduced pressure, and the deposited solid was repreciprtated with diethyl ether, methylene chloride and 
hexane and dried under reduced pressure to obtain 0.49 g (0.93 mmol, 76% yield) of compound A-41 as an orange 
powder. 



Compound A-41 




FD-mass spectrometry: 525 (M+) 
Elemental analysis: Ti: 8.9% (9.1) 
Calculated value in parentheses. 

S ynthe sis Ex a mple 7 6 

Synthesis of compound B-41 

After charging 0.50g (1.15 mmol) of compound L41 and 10 ml of diethyl ether into a 100 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1.47 ml of n- 
butyllithium (1.61 mnrxxVrnl n-hexane solution, 2.36 mrnof) over 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride • 2THF (0.43 g, 1 .1 5 mmol) in 1 0 ml of tetrahy- 
drofuran which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperatura After first stirring for 8 hours at room temperature and then stirring for 
12 hours under reflux, the solvent of the reaction solution was distilled off. The resulting solid was dissolved in 25 ml of 
methylene chloride, and the insoluble portion was removed with a glass filter. The fitrate was concentrated under 
reduced pressure, and the deposited solid was repretipitated with methylene chloride, diethyl ether and hexane and 
dried under reduced pressure to obtain 0.36 g (0.63 mmol, 51% yield) of compound B-41 as a yellow powder. 
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Compound B-41 



10 




N ZrCl 2 N 




15 



1 H-NMR(CDCl3): 1.41 (s,18H), 2.10 (S.2H), 3.70 (s,2H). 6.94 (t,2H), 7.30 (dd,2H), 7.50 (dd,2H), 8.39 (s,2H) 
FD-mass spectrometry: 568 (rvk) 
20 BemerttaJ analysis: Zr: 162% (16.0) 
Calculated value in parentheses. 

Synthesis Ex a mple 77 

25 Synthesis of compound A-42 

After charging 0.500 g (1.22 mrnol) of compound L42 and 10 ml of cG ethyl ether into a 100 ml reactor which had 
been adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .52 
ml of n-butyllithium (1 .61 rnmol/rnl n-hexane solution, 2.45 mmol) over 5 minutes, the temperature was slowly increased 
30 to room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then slowly added dropwise to a mixed solution containing 2.45 ml of a titanium tetrachloride solution (0.5 
mmolAnl heptane solution, 1.23 mmol) and 10 ml of cSethyl ether which had been cooled to -78°C. After completion of 
the dropwise addition, stirring was continued while slowly increasing the temperature to room temperature. After stirring 
for 8 hours at room temperature, the solvent of the reaction solution was distilled off, and the resulting solid was dis- 
ss solved in 25 ml of methylene chloride After, fftering the insoluble portion with a glass filter, the filtrate was concentrated 
under reduced pressure, and the deposited solid was repreriprtated with diethyl ether, methylene chloride and hexane 
and dried under reduced pressure to obtain 0.25 g (0.45 mmol, 40% yield) of compound A-42 as a red brown powder. 

40 Compound A-42 



45 



50 




FD-mass spectrometry: 552 (rvW) 
55 Elemental analysis: Ti: 9.0% (8.7) 
Calculated value in parentheses. 
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Synthesis Examote 78 
Synthesis of compound EM2 

After charging 0.50 g (1 .22 mmof) of compound L42 and 10 ml of diethyl ether into a 1 00 ml reactor which had been 
adequately dried and substituted with argon, they were cooled to -78°C and stirred. After dropwise adding 1 .52 ml of n- 
butyllithium (1.61 mmol/ml n-hexane solution, 2.45 mmol) ever 5 minutes, the temperature was slowly increased to 
room temperature, and stirring was continued for 4 hours at room temperature to prepare a lithium salt solution. The 
solution was then added dropwise to a solution of zirconium tetrachloride * 2THF (0.46 g, 1 .22 mmol) in 1 0 ml of tetrahy- 
drofuran which had been cooled to -78°C. After completion of the dropwise addition, stirring was continued while slowly 
increasing the temperature to room temperature. After first stirring for 8 hours at room temperature and then stirring for 
6 hours under reflux, the solvent of the reaction solution was distilled off. The resulting solid was dissolved in 25 ml of 
methylene chloride, and the insoluble portion was removed with a glass filter. The titrate was concentrated under 
reduced pressure, and the deposited solid was repredpitated with methylene chloride, diethyl ether and hexane and 
dried under reduced pressure to obtain 0.22 g (0.37 mmol, 32% yield) of compound B-42 as a yellow powder repre- 
sented by the formula given below. 



Compound B-42 




FD-mass spectrometry: 596 (M+) 
Elemental analysis: Zr: 15.5% (15.3) 
Calculated value in parentheses. 

All the procedures for transition metal complex synthesis were conducted under an argon or nitrogen atmosphere, 
and the solvent employed was a commercially available anhydrous solvent 

Specific examples for polymerization processes according to the present invention are given below. 

Example 1 

To a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the liquid 
phase and the gas phase were saturated with 100 l/hr of ethylene. Thereafter, 1.1875 mmol (in terms of aluminum 
atom) of methytaluminoxane (MAO) was added, and successively 0.00475 mmol of the compound A-1 obtained in syn- 
thesis Example 1 was added to initiate polymerization. The reaction was conducted at 25 °C for 30 minutes in an eth- 
ylene gas atmosphere at normal pressure, and then a small amount of isobutanol was added to terminate the 
polymerization. After the polymerization was completed, the reaction product was introduced into a large amount of 
methanol to precipitate a polymer in the whole amount Then, hydrochloric acid was added, and filtration was effected 
using a glass filter. The resulting polymer was vacuum dried at 80 °C for 1 0 hours, to obtain 8.02 g of polyethylene (PE). 

The polymerization activity was 3,400 g/mmol-Ti * hr, and the intrinsic viscosity [q] of the polyethylene was 8.44 

dl/g. 

Example 2 

To a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the liquid 
phase and the gas phase wer saturated with 100 l/hr of ethylene. Thereafter, 1 .25 mmol (in terms of aluminum atom) 
of methytaluminoxane and 0.005 mmol of the compound A-1 were added to initiate polymerization. Th polymerization 
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was conducted at 50 °C for 10 minutes, and then a small amount of isobutanol was added to terminate the polymeriza- 
tion. 

The polymer suspension obtained was introduced into 1.5 liters of methanol containing a small amount of hydro- 
chloric acid to precipitate a polymer. Then, filtration was effected using a glass filter to remove th solvent. The resulting 
5 polymer was washed with methanol and vacuum dried at 80 °C for 10 hours, to obtain 3.30 g of polyethylene. The 
polymerization activity was 3,960 g/rrtmol-Ti * hr, and the intrinsic viscosity [vi of the polyethylene was 6.37 dl/g. 

Example 3 

10 Polymerization was carried out in the same manner as in Example 2, except that the polymerization temperature 
was varied to 75 °C. The results are set forth in Table 1 . 

Example 4 

is Polymerization was carried out in the same manner as in Example 2, except that the polymerization temperature 
was varied to 25 °C and 2 l/hr of hydrogen was fed together with ethylene. The results are set forth in Table 1 . 

Example 5 fTA-1. B) 

20 To a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the liquid 
phase and the gas phase were saturated with 100 l/hr of ethylene. Thereafter, 0.25 mmol of triisobutylaluminum (TIB A) 
was added, and successively 0.005 mmol of the compound A-1 and 0.006 mmol of triphenyicarbeniumtetrakis(pen- 
taf luorophenyQborate (TrB) were added to initiate polymerization. The reaction was conducted at 25 °C for 1 hour in an 
ethylene gas atmosphere at normal pressure, and then a small amount of isobutanol was added to terminate the polym- 

25 erization. After the polymerization was completed, the reaction product was introduced into a large amount of methanol 
to precipitate a polymer in the whole amount. Then, hydrochloric acid was added, and filtration was effected using a 
glass fitter. The resulting polymer was vacuum dried at 80 °C for 10 hours, to obtain 0.50 g of polyethylene 

The polymerization activity was 100 g/mmol-Ti • hr, and the intrinsic viscosity [t\] of the polyethylene was 10.6 dl/g. 

30 Example 6 

To a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the liquid 
phase and the gas phase were saturated with 100 l/hr of ethylene Thereafter, 0.25 mmol of triisobutylaluminum, 0.005 
mmol of the compound A-1 and 0.006 mmol of triphenylcarbeniumtetrakis(pentaf luorophenyQborate were added to ini- 
35 tiate polymerization. The polymerization was conducted at 75 °C for 30 minutes, and then a small amount of isobutanol 
was added to terminate the polymerization. 

The polymer suspension obtained was introduced into 1 .5 liters of methanol containing a small amount of hydro- 
chloric acid to precipitate a polymer. Then, filtration was effected using a glass filter to remove the solvent. The resulting 
polymer was washed with methanol and vacuum dried at 80 °C for 10 hours, to obtain 0.71 g of polyethylene. The 
40 polymerization activity was 280 c/mmol-Ti * hr, and the intrinsic viscosity [tj] of the polyethylene was 7.22 dl/g. 

Example 7 

To a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the liquid 
45 phase and the gas phase were saturated with 100 l/hr of ethylene. Thereafter, 2.5 mmol (in terms of aluminum atom) 
of rnethylalurrtinoxane was added, and successively 0.005 mmol of the zirconium compound B-1 was added to initiate 
polymerization. The reaction was conducted at 25 °C for 5 minutes in an ethylene gas atmosphere at normal pressure, 
and then a small amount of isobutanol was added to terminate the polymerization. After the polymerization was com- 
pleted, the reaction product was introduced into a large amount of methanol to precipitate a polymer in the whole 
so amount Then, hydrochloric acid was added, and filtration was effected using a glass filter. The resulting polymer was 
vacuum dried at 80 °C for 10 hours, to obtain 6.1 0 g of polyethylene. 

The polymerization activity was 14,600 g/mmol-Zr • hr, and the intrinsic viscosity fa] of the polyethylene was 0.30 

dl/g. 

ss Examples 8 - 24 

Ethylene polymerization was carried out in the same manner as in Example 7, except that the polymerization con- 
ditions were varied to those shown in Tabl 1 . The results are set forth in Table 1 . 
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Example 25 

To a 500 ml glass autodav thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the liquid 
phase and the gas phase were saturated with 100 l/hr of ethylene. Thereafter, 0.25 mmol of triisobutyf aluminum was 

5 added, and then a pre-mixed solution of 0.05 mmol of triisobutylalunrtinum, 0.005 mmol of the compound B-1 and 0.006 
mmol of triphertylc^rbeniurrrtetrakis(perrtaf was added to initiate polymerization. Th polymerization 

was conducted at 25 °C for 5 minutes, and then a small amount of isobutanol was added to terminate the polymeriza- 
tion. The polymer solution obtained was introduced into 1 .5 liters of methanol containing a small amount of hydrochloric 
acid to precipitate a polymer. The polymer was washed with methanol and vacuum dried at 80 °C for 10 hours, to obtain 

10 0.99 g of polyethylene. The polymerization activity was 2,380 g/mmol-Zr * hr, and the intrinsic viscosity [tj] of the poly- 
ethylene was 22.4 dl/g. 

Example 26 

15 To a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the liquid 
phase and the gas phase were saturated with ethylene. Thereafter, 0.25 mmol of triisobutytaluminum was added, and 
successively 0.0005 mmol of the zirconium compound B-1 and 0.001 mmol of triphenylcarbeniumtetra^ 
phenyQborate were added to initiate polymerization. The reaction was conducted at 25 °C for 10 minutes in an ethylene 
gas atmosphere at normal pressure After the polymerization was completed, the reaction product was introduced into 

20 a large amount of methanol to precipitate a polymer in the whole amount Then, hydrochloric acid was added, and ti- 
tration was effected using a glass filter. The resulting polymer was vacuum dried at 80 °C for 10 hours, to obtain 0.34 g 
of polyethylene (PE). 

The polymerization activity was 4,080 g/mmol-Zr • hr, and the intrinsic viscosity [t|] of the polyethylene was 12.6 

dl/g. 

25 

Examples 27-31 

Ethylene polymerization was earned out in the same manner as in Example 26, except that the polymerisation con- 
ditions were varied to those shewn in Table 1 . The results are set forth in Table 1. 

30 



Table 1 



40 



45 



50 



Results of ethylene polymerization at normal pressure 


Ex. 


Com- 
pound 


Amount 
(mmol) 


Cocatalyst 


Amount 
(mmol) 


Temp. 
(°C) 


Time (min) 


Yield (g) 


Activity 
(g/rnmol- 
M-h) 


fo](dl/z) 


1 


A-1 


0.00475 


MAO 


1.1875 


25 


30 


8.02 


3400 


8.44 


2 


A-1 


0.005 


MAO 


155 


50 


10 


3.30 


3960 


6.37 


3 


A-1 


0.005 


MAO 


155 


75 


10 


3.14 


3770 


5.48 


4 


A-1 


0.005 


MAO 


155 


25 


10 


3.23 


3880 


3.53 


5 


A-1 


0.005 


TrB/TIBA 


0.006/055 


25 


60 


0.50 


100 


10.6 


6 


A-1 


0.005 


TrB/TlBA 


0.006/055 


75 


30 


0.71 


280 


752 


7 


B-1 


0.005 


MAO 


2.5 


25 


5 


6.10 


14600 


0.30 


8 


B-1 


0.0005 


MAO 


0.5 


25 


5 


4.85 


116000 


0.31 


9 


B-1 


0.0002 


MAO 


155 


25 


5 


3.29 


197000 


0.32 


10 


B-1 


0.0001 


MAO 


0.5 


25 


5 


2.72 


326000 


051 


11 


B-1 


0.00002 


MAO 


155 


25 


5 


0.77 


462000 


0.28 


12 


B-1 


0.00002 


MAO 


155 


40 


5 


0.90 


540000 


0.33 


13 


B-1 


0.0002 


MAO 


155 


0 


5 


3.09 


185000 


0.27 


14 


B-1 


0.0002 


MAO 


155 


10 


5 


3.64 


218000 


0.29 
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Table 1 (continued) 



Results of ethylene polymerization at normal pressur 


tx. 


pound 


(mmol) 




r\k 1 mui 11 

(mmol) 


Tpmn 

(°C) 


TtmA frrrinA 

1 II 1 VC \t 1 III if 




Activity 
(g/mmol- 
M-h) 


Till (ci\fz) 


15 


B-1 


0.0002 


MAO 


1.25 


30 


5 


3.70 


222000 


0.26 


16 


B-1 


0.0002 


MAO 


155 


40 


5 


451 


253000 


0.33 


17 


B-1 


0.0002 


MAO 


1.25 


50 


5 


2.95 


177000 


030 


18 


B-1 


0.0002 


MAO 


155 


60 


5 


2.99 


179000 


0.39 


19 


B-1 


0.0002 


MAO 


155 


70 


5 


2.11 


127000 


0.41 


20 


B-1 


0.00008 


MAO 


155 


25 


5 


2.67 


401000 


0.28 


21 


B-1 


0.00008 


MAO 


155 


25 


15 


7.58 


379000 


0.30 


22 


B-1 


0.00008 


MAO 


155 


25 


30 


12.42 


311000 


0.31 


23 


B-1 


0.0002 


MAO 


155 


50 


15 


5.89 


118000 


0.60 


24 


B-1 


0.0002 


MAO 


155 


50 


30 


9.67 


96700 


153 


25 


B-1 


0.005 


TrB/TIBA 


0.006/0.30 


25 


5 


0.99 


2380 


22.40 


26 


B-1 


0.0005 


TrB/TIBA 


0.001/055 


25 


10 


0.34 


4080 


12.6 


27 


B-1 


0.001 


TrB/TIBA 


0.002/055 


25 


10 


0.31 


1860 


15.0 


28 


B-1 


0.0025 


TrB/TIBA 


0.005/055 


25 


10 


158 


3070 


14.8 


29 


B-1 


0.0005 


TrB/TIBA 


0.001/055 


25 


10 


027 


3240 


20.1 


30 


B-1 


0.0005 


TrB/TIBA 


0.001/055 


50 


10 


0.22 


2640 


21.1 


31 


B-1 


0.0005 


TrB/TIBA 


0.001/055 


75 


10 


0.12 


1440 


16.3 


MAO : Methylalminoxane 
TIBA : Triisobutylalurninum 
TrB : Triphenylcarbeniurmetr^^ 
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Examples 32 -36 

Ethylene polymerization was carried out in the same manner as in Example 7, except that the compounds shown 
in Table 2 were used and the polymerization corxffiions were varied to those shown in Table 2. The results are set forth 
40 in Table 2. 



Table 2 



Results of ethylene polymerization at normal pressure 


Ex 


Com- 
pound 


Amount 
(mmol) 


Cocatalyst 


Amount 
(mmol) 


Temp. 
(°C) 


Time (rrdn) 


Yield (g) 


Activity 
(g/mmol- 
M-h) 


[Tl](dl/g) 


32 


C-1 


0.005 


MAO 


155 


25 


5 


2.69 


6460 


0.75 


33 


C-1 


0.005 


MAO 


155 


75 


5 


3.47 


8330 


0.47 


34 


D-1 


0.005 


MAO 


155 


25 


30 


0.03 


12 


8.32 


35 


E-1 


0.005 


MAO 


155 


25 


30 


0.02 


8 


2.51 


36 


F-1 


0.005 


MAO 


155 


25 


30 


0.01 


4 


1.05 
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Examples 37 -52 

In the case where methylaluminaxane was used as a cocatalyst, ethylen polymerization was carried out in th 
same manner as in Example 7, except that the compounds shown in Table 3 were used and the polymerization condi- 
tions were varied to those shown in Table 3. In the case where tnlsobutylaJuminum and triphenylcarbeniurntetrakis(pen- 
tafluorophenyl) borate wer used as cocatalysts, ethylene polymerization was carried out in the same manner as in 
Example 26. except that the compounds shown in Table 3 were used and the polymerization conditions were varied to 
those shewn in Table 3. The results are set forth in Table 3. 



Tabled 



EX. 


Com- 
pound 


Amount 
(mmoQ 


Cocatalyst 


Amount 
(mmol) 


Temp. 
(°C) 


Time 
(min) 


Yield (g) 


Activity 
(g/mmol- 
M-h) 


hi (dl/q) 


37 


B-2 


0.005 


MAO 


155 


25 


30 


0.69 


270 


8.32 


38 


B-3 


0.005 


MAO 


1.25 


25 


30 


2.15 


860 


0.4 


39 


A-6 


0.005 


MAO 


155 


25 


5 


0.54 


1300 


4.31 


40 


A-6 


0.005 


MAO 


155 


75 


5 


0.76 


1820 


4.31 


41 


B-6 


0.0005 


MAO 


155 


25 


5 


1.38 


33100 


054 


42 


A-7 


0.005 


MAO 


155 


25 


5 


1.93 


4630 


6.84 


43 


A-7 


0.005 


MAO 


155 


75 


5 


1.48 


3550 


5.34 


44 


B-7 


0.005 


MAO 


155 


25 


5 


1.72 


4130 


0.10 


45 


A-8 


0.005 


MAO 


155 


25 


30 


0.90 


360 


5.70 


46 


A-8 


0.005 


TrB/TIBA 


0.006/055 


25 


30 


1.03 


410 


4.70 


47 


B-8 


0.0001 


MAO 


0.5 


25 


5 


1.01 


121000 


051 


48 


B-8 


0.005 


TrB/TIBA 


0.006/055 


25 


30 


2.57 


1030 


145 


49 


A-9 


0.005 


TrB/TIBA 


0.006/055 


25 


30 


0.25 


100 


11.7 


50 


B-9 


0.0001 


MAO 


0.5 


25 


5 


0.27 


32400 


0.24 


51 


B-9 


0.005 


TrB/TIBA 


0.006/055 


25 


5 


2.87 


6890 


0.30 


52 


A-10 


0.005 


MAO 


155 


25 


60 


0.48 


96 


11.0 



Examples 53-78 

In the case where methytalurninoxane was used as a cocatalyst, ethylene polymerization was carried out in the 
same manner as in Example 7, except that the compounds shown in Table 4 were used and the polymerization condi- 
tions were varied to those shown in Table 4. In the case where trasobutylaluminum and triphenylcarbeniumtetraKis(pen- 
taftuorophenyl)borate were used as cocatalysts, ethylene polymerization was carried out in the same manner as in 
Example 26, except that the compounds shown in Table 4 were used and the polymerization conditions were varied to 
those shown in Table 4. The results are set forth in Table 4. 



Table 4 



EX. 


Com- 
pound 


Amount 
(mmoO 


Cocatalyst 


Amount 
(mmol) 


Temp. 
(°C) 


Time 
(min) 


Yield (g) 


Activity 
(g/mmol-M • h) 


M(dl/g) 


53 


A-11 


0.005 


MAO 


155 


25 


5 


2.57 


6160 


3.71 


54 


A-11 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.95 


380 


7.22 


55 


B-11 


0.0005 


MAO 


155 


25 


5 


3.34 


80000 


0.42 
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Table 4 (continued) 



5 



10 



20 



25 



EX. 


Com- 
pound 


Amount 
(mmol) 


Cocatalyst 


Amount 
(mmol) 


Temp. 
(°C) 


Time 
(min) 


Yield (g) 


Activity 
(g/rnrnol-M • h) 


fo](di/g) 


56 


B-11 


0.005 


TrB/TlBA 


0.006A).25 


25 


5 


2.59 


6220 


0.48 


57 


A-12 


0.005 


MAO 


155 


25 


5 


3.28 


7870 


4.40 


58 


A-12 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


1.81 


724 


10.0 


59 


B-12 


0.0001 


MAO 


1.25 


25 


5 


3.71 


445200 


0.45 


60 


B-12 


0.005 


TrB/TIBA 


0.006/0.25 


25 


5 


4.63 


11100 


0.46 


61 


A-13 


0.005 


MAO 


1.25 


25 


5 


1.13 


2710 


3.54 


62 


A-13 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.92 


370 


5.57 


63 


B-13 


0.0001 


MAO 


1.25 


25 


5 


2.78 


333600 


0.22 


64 


B-13 


0.005 


TrB/TIBA 


0.006/0.25 


25 


10 


3.30 


3960 


10.7 


65 


A-14 


0.005 


MAO 


155 


25 


5 


1.93 


4640 


4.86 


66 


A-14 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.29 


120 


7.63 


67 


B-14 


0.0001 


MAO 


1.25 


25 


5 


2.02 


242400 


0.31 


68 


B-14 


0.005 


TrB/TIBA 


0.006/0.25 


25 


5 


1.83 


4390 


0.69 


69 


A-15 


0.005 


MAO 


155 


25 


10 


2.05 


2460 


4.90 


70 


B-15 


0.005 


MAO 


155 


25 


10 


3.22 


3870 


0.74 


71 


A-16 


0.005 


MAO 


155 


25 


30 


0.71 


280 


3.47 


72 


B-16 


0.005 


MAO 


155 


25 


10 


0.41 


490 


0.58 


73 


A-17 


0.005 


MAO 


1.25 


25 


30 


1.52 


608 


5.50 


74 


B-17 


0.005 


MAO 


155 


25 


30 


2.16 


860 


0.40 


75 


A-18 


0.005 


MAO 


155 


25 


30 


0.34 


136 


3.98 


76 


B-18 


0.0005 


MAO 


1.25 


25 


5 


1.68 


40300 


4.42 


77 


B-18 


0.005 


TrB/TIBA 


0.006/0.25 


25 


5 


2.22 


5330 


1.87 


78 


B-19 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.50 


200 


24.40 



Ex a mpl es 79-111 

40 

In the case where methytatunrinoxane was used as a cocatalyst ethylene polymerization was earned out in the 
same manner as in Example 7, except that the compounds shown in Table 5 were used and the polymerization condi- 
tions were varied to those shown in Table 5. In the case where trnsobutylaluminum and tripheriylcarbeniurTrtetrakis(pen- 
taHuorophenyQborate were used as cocatatysts, ethylene polymerization was carried out in the same manner as in 
45 Example 26. except that the compounds shown in Table 5 were used and the polymerization conditions were varied to 
those shewn in Table 5. The results are set forth in Table 5. 



Table 5 



EX. 


Com- 
pound 


Amount 
(mmol) 


Cocatalyst 


Amount 
(mmol) 


Temp. 
(°C) 


Time 
(min) 


Yield (g) 


Activity 
(g/rnmot- 
M*h) 


fo](dl/g) 


79 


A-21 


0.005 


MAO 


155 


25 


5 


352 


7730 


6.34 


80 


A-21 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.57 


230 


9.06 


81 


B-21 


0.0001 


MAO 


155 


25 


5 


154 


148800 


0.27 
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Table 5 (continued) 



5 


EX. 


Com- 
pound 


Amount 
(mmoQ 


CocataJyst 


Amount 
(mmol) 


Temp. 
(°C) 


Tim© 
(min) 


Yield (a) 


Activity 
(g/mmol- 
M-h) 






82 


B-21 


0.005 


TrB/TlBA 


0.006/0.25 


25 


5 


1.18 


2830 


3.06 




83 


A-22 


0.005 


MAO 


1.25 


25 


5 


1.78 


4270 


4.00 




84 


B-22 


0.0002 


MAO 


1.25 


25 


5 


1.60 


96000 


0.41 


10 


85 


B-22 


0.005 


TrB/TIBA 


0.006/0.25 


25 


5 


4.64 


11100 


054 




86 


A-23 


0.005 


MAO 


1.25 


25 


10 


0.38 


460 


1.53 




87 


B-23 


0.005 


MAO 


1.25 


25 


30 


2.34 


940 


0.31 


15 


88 


A-24 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.44 


176 


7.11 


89 


B-24 


0.005 


MAO 


1.25 


25 


15 


1.62 


1300 


2.03 




90 


B-24 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


1.10 


440 


0.57 




91 


A-25 


0.005 


MAO 


1.25 


25 


5 


1.71 


4100 


6.55 


20 


92 


A-25 


0.005 


TrB/TIBA 


0.006/0.25 


25 


15 


1.30 


1040 


10.5 




93 


B-25 


0.0002 


MAO 


1.25 


25 


5 


1.89 


113000 


0.44 




94 


B-25 


0.005 


TrB/TIBA 


0.006/0.25 


25 


5 


4.34 


10400 


0.44 


25 


95 


A-26 


0.005 


MAO 


1.25 


25 


5 


1.04 


2450 


3.44 




96 


B-26 


0.0001 


MAO 


61.25 


25 


5 


2.62 


314000 


0.43 




97 


B-26 


0.005 


TrB/TIBA 


0.006/0.25 


25 


5 


0.95 


2300 


12.5 




98 


A-27 


0.005 


MAO 


1.25 


25 


15 


0.31 


240 


1.81 


30 


99 


B-27 


0.005 


MAO 


1.25 


25 


5 


5.11 


12300 


6.34 




100 


B-27 


5E-05 


MAO 


0.25 


25 


5 


2.41 


57800 


10.6 




101 


B-27 


2E-05 


MAO 


0.25 


25 


5 


1.31 


78400 


7.73 


35 


102 


B-27 


0.005 


TrB/TIBA 


0.006/0.25 


25 


5 


1.98 


4750 


5.67 




103 


A-28 


0.005 


MAO 


1.25 


25 


5 


1.35 


3240 


4.92 




104 


A-28 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.34 


140 


12.4 




105 


B~28 


0.0001 


MAO 


1.25 


25 


5 


2.03 


244000 


0.76 


40 


106 


B-28 


0.005 


TrB/TIBA 


0.006/0.25 


25 


10 


4.20 


5040 


19.6 




107 


A-29 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.18 


72 


135 




108 


B-29 


0.005 


MAO 


1.25 


25 


30 


0.49 


200 


8.43 


45 


109 


A-30 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.16 


60 


19.7 




110 


B-30 


0.005 


MAO 


1.25 


25 


30 


0.30 


120 


12.0 




111 


B-30 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.45 


180 


23.0 



so Examples 112 -121 



In the case where methyfaluminQxane was used as a cocatalyst ethylene polymerization was earned out in the 
same manner as in Example 7, except that the compounds shown in Table 6 were used and the polymerization condi- 
tions were varied to those shown in Table 6. In the case where triisobutylaluminum and triphenykarbeniurntetralQS(pen- 
55 tafiuorophenyQborate were used as cocatalysts, ethylene polymerization was carried out in the same manner as in 
Example 26, except that the corrpouncte shown in Table 6 were used and the polymerisation conditions were varied to 
those shown in Table 6. 

The results are set forth in Table 6. 
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Table 6 



10 



EX. 


Com- 
pound 


Amount 
(mmol) 


Cocatalyst 


Amount 
(mmol) 


Temp. 
(°C) 


Time 
(min) 


Yield (g) 


Activity 
(g/mmol- 
M-h) 


fo](c«/g) 


112 


A-31 


0.005 


MAO 


1.25 


25 


30 


0.63 


250 


5.49 


113 


A-31 


0.005 


TrB/TIBA 


0.006/0.25 


25 


30 


0.49 


200 


15.30 


114 


B-31 


0.005 


MAO 


1.25 


25 


30 


1.38 


550 


0.99 


115 


A-32 


0.005 


MAO 


1.25 


25 


60 


0.02 


2 


8.81 


116 


A-35 


0.005 


MAO 


1.25 


25 


60 


0.01 


4 


9.09 


117 


A-39 


0.005 


MAO 


1.25 


25 


30 


0.10 


40 


1.66 


118 


B-39 


0.005 


MAO 


1.25 


25 


5 


1.06 


2540 


059 


119 


B-39 


0.005 


TrB/TIBA 


0.006/055 


25 


20 


1.10 


660 


4.42 


120 


A-40 


0.005 


MAO 


1.25 


25 


30 


1.10 


440 


4.59 


121 


B-40 


0.005 


MAO 


1.25 


25 


30 


0.25 


200 


1.28 



Examples 122 - 130 

In the case where methytaluminoxane was used as a cocatalyst ethylene polymerization was carried out in the 
25 same manner as in Example 7, except that the compounds shewn in Table 7 were used and the polymerization condi- 
tions were varied to those shown in Table 7. In the case where triisobutyl aluminum and triphenylcarbeniumtetrakis(pen- 
taf luorophenyQborate were used as cocatalysts, ethylene polymerization was carried out in the same manner as in 
Example 26, except that the compounds shown in Table 7 were used and the polymerization conditions were varied to 
those shewn in Table 7. 
30 The results are set forth in Table 7. 



Table 7 



45 



50 



EX. 


Com- 
pound 


Amount 
(mmol) 


Cocatalyst 


Amount 
(mmol) 


Temp. 
(°C) 


Time 
(min) 


YieU (g) 


Activity 
(g/mmol- 
M*h) 


M(dl/g) 


122 


A-34 


0.005 


MAO 


155 


25 


60 


0.01 


2 


6.31 


123 


A-35 


0.005 


MAO 


155 


25 


60 


0.05 


10 


5.88 


124 


A-36 


0.005 


MAO 


125 


25 


60 


0.03 


6 


7.77 


125 


&37 


0.005 


MAO 


155 


25 


60 


0.01 


2 


6.09 


126 


B-38 


0.005 


MAO 


155 


25 


60 


0.01 


2 


8.03 


127 


A-41 


0.005 


MAO 


155 


25 


15 


0.96 


770 


4.00 


128 


B-41 


0.005 


TrB/TIBA 


0.006A).25 


25 


5 


0.59 


1420 


7.07 


129 


A-43 


0.005 


TrB/TIBA 


0.006/0.25 


25 


15 


0.18 


140 


6.81 


130 


&43 


0.005 


TrB/TIBA 


0.006/D.25 


25 


15 


1.35 


1080 


0.84 



Ex a mple 1 31 

To a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the liquid 
55 phase and the gas phase were saturated with a mbced gas off 50 l/fr erf ethylene and 150 l/hr of propylene. Thereafter, 
1 55 mmol (in terms of aluminum atom) of metriyiatuminoxane and 0.005 mmol of the compound A-1 were added to ini- 
tiate porymerization. The polymerization was conducted at 25 °C for 15 minutes, and then a small amount of isobutanol 
was added to terminate the porymerization. 
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The polymer suspension obtained was introduced into 1.5 liters of methanol containing a small amount of hydro- 
chloric acid to precipitate a polymer. Then, filtration was effected using a glass filter to remove the solvent. The resulting 
polymer was washed with methanol and vacuum dried at 80 °C for 10 hours, to obtain 0.95 g of an ethylene/jxopylene 
copolymer. Th polymerization activity was 760 g/mmol-Tl • hr, th propylene content as measured by I R was 4.67 % 
5 by mol, and the irrtrinsic viscosity ft] of the copolymer was 2.21 dl/g. 

Example 132 

To a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the liquid 
io chase and the gas phase were saturated with a mixed gas of 1 00 t/hr of ethylene and 100 l/hrof propylene Thereafter, 
0.25 mmol of triisobutylaluminum was added, and then a pre-mixed solution of 0.025 mmol of triisobutylaluminum, 
0.0025 mmol of the compound B-1 and 0.005 mmol of triphenylcarberiuirrtetraW^ (TrB) was 

added to initiate polymerization. The polymerization was conducted at 50 °C for 5 minutes, and then a small amount of 
isobutanol was added to terminate the polymerization. 
75 The polymer solution obtained was introduced into 1 .5 liters of methanol containing a small amount of hydrochloric 
acid to precipitate a polymer. The polymer was washed with methanol and vacuum dried at 130 °C for 10 hours, to 
obtain 1 .63 g of an ethyleneflxopylene copolymer. The polymerization activity was 7,820 gAnmol-Zr * hr, the propylene 
content as measured by IR was 20.7 % by mol, and the intrinsic viscosity [nj of the copolymer was 13.4 dl/g. 

20 Example 133 

Coporymerization was carried out in the same manner as in Example 1 32, except that the compound B-1 was used, 
the flew rates of ethylene and propylene were varied to 50 l/hr and 150 t/hr, respectively, and the polymerization tem- 
perature and the amounts of the catalysts were varied to those shown in Table 8. 
25 The results are set forth in Table a 

Examples 134 - 149 

Coporymerization was carried out in the same manner as in Example 131, except that the compounds shown in 
30 Table 8 were used. 

The results are set forth in Table a 
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Table 8 



Results of ethylene/propylene copolymerization 
at normal pressure 



10 



15 



20 



30 



35 



Ex. 


Com- 
pound 


Amount 
(mmol) 


Cocatatyst 


Amount 
(mmol) 


Temp. 

CO 


Ttme 
(min) 


Yield 
<*> 


Activity 
(g/mmol-M-h) 




Propylene 
(mo«) 


131 | A-1 


0.005 


MAO 


1.25 


25 


15 


0.95 


760 


221 


4.67 


132 


B-1 


0.0025 


TrB/TlBA 


0.005/0275 


50 


5 


1.63 


7820 


13.40 


20.7 


133 


B-1 


0.005 


Tr3/T18A 


0.006/0.3 


25 


10 


1.28 


1540 


1£4Q 


31.3 


134 


6-1 


0.005 


MAO 


125 


25 


10 


8.42 


10100 


0.03 


29.2 


135 


C-1 


0.005 


MAO 


1.25 


25 


10 


2.30 


2760 


0.32 


7.19 


136 


8-6 


0.005 


MAO 


125 


25 


10 


3.64 


4370 


0.14 


102 


137 


8-8 


0.005 


MAO 


125 


25 


10 


4.15 


4980 


0.13 


12.43 


ua 


8-9 


0.005 


MAO 


1.25 


25 


10 


3.31 


3970 


0.13 


8.3 


139 


A-11 


0.005 


MAO 


125 


25 ( 


10 


0.69 


830 


0.80 


7.8 


140 


A-12 


0.005 


MAO 


1.25 


25 


10 


0.37 


400 


0.41 


3.8 


141 


8-12 


0.005 


MAO 


125 


25 


10 


4.14 


4970 


0.11 


18.5 


142 


8-13 


0005 


MAO 


1.25 


25 


10 


7.36 


9430 


0.05 


30.1 


143 


B-1 8 


0.005 


MAO 


1.25 


25 


10 


1.92 


2300 


3.63 


3.09 


144 


A-21 


0.005 


MAO 


1.25 


25 


10 


0.74 


890 


1.92 


82 


1*5 


A-22 


0.005 


MAO 


1.25 


25 


10 


6.85 


8220 


0.08 


15.4 


146 


B-25 


0.005 


MAO 


125 


25 


10 


3.36 


4630 


0.16 


12.1 


147 


B-26 


0.005 


MAO 


125 


25 


10 


4.28 


5140 


0.05 


26.3 


- 148 


8-27 


0.005 


MAO 


1.25 


25 


10 


3.55 


4260 


1.11 


6.5 


149 


8-28 


0.005 


MAO 


1.25 


25 


10 


4.51 


5410 


0.19 


14.5 



ao Example 150 

To a 500 mJ glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced. Then, 100 t/hr of 
ethylene and 20 t/hr of butacfiene were passed through the system. After 10 minutes, 5.0 mmol (in terms of aluminum 
atom) of rnethylaJuminoxane was added, and successively 0.01 mmol of the titanium compound A-1 was added to ini- 
45 tiate polymerisation. The reaction was conducted at 25 °C for 20 minutes with passing the mixed gas of ethylene and 
butadiene at normal pressure, and then a small amount of methanol was added to terminate the polymerization. The 
reaction product was introduced into a large amount of hydrochloric aad/methanol to precpitate a polymer in the whole 
amount The polymer was filtered with a glass filter and vacuum dried at 80 °C for 10 hours, to obtain 0.53 g of an eth- 
yleneAxitadiene copolymer. 

so The polymerization activity per 1 mmol of titanium was 149 g, and the intrinsic viscosity [vi of the copolymer was 
1.46 dl/g. The content of all the butadiene units in the copolymer, as determined by NMR analysis, was 0.9 % by mo! 
(1.4-cis form + 1,4-trans form: 0.8 % by mol, 1,2-vinyl form: 0.1 % by mol, cyclopentane skeleton: less than 0.1 % by 
mol (lower than the detection limit)). 

55 Example 151 

Polymerizatkxi was carried out in th same manner as in Example 1 50, except that a zirconium compound B-1 was 
used in place of the titanium compound A-1. The yield of the copolymer was 2.65 g. 
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The polymerization activity per 1 mmol of zirconium was 3,180 g, and the intrinsic viscosity ft] of the copolymer 
was 0.70 dl/g. The content of all the butadiene units in the copolymer, as determined by NMR analysis, was 1.2 % by 
mol(1,4-cis form + 1,4-trans form: 1.1 %bymol P 1,2-vinyl form: 0.1 % by md, cyclopentan skeleton: less than 0.1 % 
by mol (lower than the detection limit)). 

5 

Example 152 

Polymerization was carried out in the same manner as in Example 151 , except that the polymerization time was 
varied to 20 minutes and the flow rates of ethylene and butadiene were varied to 20 l/hr and 80 l/hr, respectively. The 
10 yield of the copolymer was 0.74 g. 

The polymerization activity per 1 mmol of Zirconium was 446 g, and the intrinsic viscosity ft] of the copolymer was 
0.87 dl/g. The content of all the butacSene units in the copolymer, as determined by NMR analysis, was 5.3 % by mol 
(1.4-cts form + 1,4-trans form: 4.7 % by mol, 1,2-vinyl form: 0.6 % by mol, cydopentane skeleton: less than 0.1 % by 
mol (lower than the detection limit)). 

15 

Example 153 

Polymerization was carried out in the same manner as in Example 151, except that the polymerization time was 
varied to 5 minutes and the f tow rates of ethylene and butadiene were varied to 50 l/hr and 50 l/hr, respectively The yield 
20 of the copolymer was 0.57 g. 

The polymerization activity per 1 mmol of zirconium was 342 g, and the intrinsic viscosity fq] of the copolymer was 
0.34 dl/g. The content of all the butadiene units in the copolymer, as determined by NMR analysis, was 2.4 % by mol 
(1 ,4-cis form + 1 ,4-trans form: 2.3 % by mol, 1 ,2-vinyl form: 0.1 % by mol, cydopentane skeleton: less than 0.1 % by 
mol (lower than the detection limit)). 

25 

Example 154 

Polymerization was carried out in the same manner as in Example 153, except that the polymerization temperature 
was varied to 50 °C. The yield of the copolymer was 0.627 g. 
30 The polymerization activity was 1 ,488 g/mmod-Zr * hr, and the intrinsic viscosity ft] of the copolymer was 0.16 dl/g. 
The content of the butadiene units in the copolymer, as determined by NMR analysis, was 3.3 % by mol (1 ,4-cis form + 
1,4-trans form: 3.2% by mol, 1,2-vinyl form: 0.1 % by mol, cydopentane skeleton: less than 0.1 % by mol (lower than 
the detection limit)). 

35 Example 155 

Polymerization was carried out in the same manner as in Example 1 53, except that the polymerization temperature 
was varied to 50 °C and the flow rates of ethylene and butadiene were varied to 40 l/hr and 60 l/hr, respectively. The 
yield of the copolymer was 0.37 g. 
40 The polymerization activity was 888 g/mmol-Zr • hr, and the intrinsic viscosity ft] of the copolymer was 0.17 dl/g. 
The content of the butadiene units in the copolymer, as determined by NMR analysis, was 4.8 % by mol (1 ,4-cis form + 
1,4-trans form: 4.6 % by mol, 1,2-vinyl form: 0.2 % by mol, cydopentane skeleton: less than 0.1 % by mol (lower than 
the detection limit)). 

45 Example 156 

Polymerization was carried out in the same manner as in Example 153. except that the polymerization temperature 
was varied to 60 °C and the flow rates of ethylene and butadiene were varied to 40 l/hr and 60 l/hr, respectively. The 
yield of the copolymer was 0.41 7 g. 
so The polymerization activity was 984 g/rnmol-Zr • hr, and the intrinsic viscosity h] of the copolymer was 0.12 dl/g. 
The content of the butadiene units in the copolymer, as determined by NMR analysis, was 5.8% by mol (1,4-cis form + 
1 ,4-trans form: 5.6 % by mol, 1 ,2-vinyl form: 02. % by mol, cydopentane skeleton: less than 0.1 % by mol (lower than 
the detection limit)). The molecular weight cfistrfcution (Mw/Mn) as measured by the GPC was 1 .85. 

55 Example 1^7 

Polymerization was carried out in the same manner as in Example 153, except that the polymerization temperature 
was varied to 50 °C and the flow rates of ethylene and butadiene were varied to 30 l/hr and 70 l/hr, respectively. Th 
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yield of the copolymer was 024 g. 

The polymerization activity was 576 g/mmol-Zr * hr, and the intrinsic viscosity ft] of the copolymer was 0.1 4 dl/g. 
Th content of the butadien units in the copolymer, as determined by NMR analysis, was 6.6 % by mol (1 ,4-cis form + 
1,4-trans form: 6.3 % by mol, 1,2-vinyl form: 02 % by mol, cydopentane skeleton: less than 0.1 % by mol (lower than 
5 the detection limit)). The molecular weight distribution (Mw/Mn) as measured by the GPC was 2.05. 

Example 158 

To a 1 -liter SUS autoclave thoroughly purged with nitrogen, 500 ml of heptane was introduced, and the gas phase 
10 and the liquid were saturated with ethylene at 50 °C. Then, 1 25 mmol On terms of aluminum) of methylaluminoxane 
and 0.001 mmol of the compound A-1 were aided, and polymerization was performed for 1 5 minutes under an ethylene 
pressure of 8 kg/cnrr^-G. 

To the polymer suspension obtained. 1.5 liters of methanol containing a small amount of hydrochloric acid was 
added to precipitate a polymer. Then, filtration was effected using a glass filter to remove the solvent The resulting pol- 
ls ymer was washed with methanol and vacuum dried at 80 °C for 1 0 hours, to obtain 1 1 .22 g of potyethylena The polym- 
erization activity was 44.9 g/mmol-Ti * hr, and the intrinsic viscosity ft] of the polyethylene was 7.91 dl/g. 

Examples 159- 162 

20 Polymerization was carried out in the same manner as in Example 1 58, except that the compounds shown in Table 
9 were used and the polymerization conditions were varied to those shown in Table 9. 
The results are set forth in Table 9. 



Table 9 



Examples of ethylene polymerization under pressure 


Ex. 


Com- 
pound 


Amount 
(mmol) 


Cocatalyst 


Amount 
(mmol) 


Temp. 
(°C) 


Time 
(min) 


Yield (g) 


Activity 
(g/mmol-M • h) 


fo](di/g) 


158 


A-1 


0.001 


MAO 


1.25 


50 


15 


11.22 


44.9 


7.91 


159 


A-1 


0.001 


MAO 


1.25 


75 


15 


11.96 


47.8 


7.31 


160 


B-1 


0.00005 


MAO 


1.25 


50 


15 


14.90 


1192 


1.15 


161 


C-1 


0.00025 


MAO 


1.25 


50 


15 


8.29 


132 


2.30 


162 


A-7 


0.001 


MAO 


1.25 


50 


15 


4.83 


19.3 


4.44 



Example 163 

40 

Preparation of solid catalyst component 

In 154 liters of toluene, 10 kg of silica having been dried at 250 °C for 10 hours was suspended, and the suspension 
was cooled to 0 °C. Then, 57.5 Bters of a rnethylatuminoxane solution (Al = 1.33 mol/l) was dropwise added over a 

45 period of 1 hour. During the addition, the temperature of the system was maintained at 0 °C, and the reaction was con- 
ducted at 0 °C for 30 minutes. Then, the temperature of the system was raised up to 95 °C over a period of 1.5 hours, 
and at this temperature the reaction was conducted for 20 hours. The temperature of the system was then lowered to 
60 °C, and the supernatant liquid was removed by decantatfon. The resulting solid catalyst component was washed 
twice with toluene and resuspended in toluene, to obtain a solid catalyst component (A) (whole volume: 200 liters). 

so 22.4 Milliliters of the suspension of the solid catalyst component (A) as obtained above was transferred into a 200 
ml glass flask, and then 1 75 ml of toluene and 4.8 ml of a toluene solution of the compound A-1 (Tl = 0.01 mmol/!) were 
added. The mixture was stirred at room temperature for 2 hours. The resulting suspension was washed three times with 
200 ml of hexane, and hexane was added to give 200 ml of a suspension and a solid catalyst component (B). 

55 Polymerization 

To a 2-liter SUS autoclave thoroughly purged with nitrogen, 1 liter of heptan was introduced, and the gas phase 
and the liquid were saturated with ethylen at 50 °C. Then, 1 .0 mmol of trusobutylaluminum and 0.005 mmol (in terms 
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of Tl atom) of the solid catalyst component (B) were added, and polymerization was performed for 90 minutes under an 
ethylene pressure of 8 kg/crrr^-G. 

The polymer suspension obtained was filtered with a glass filter, washed twice with 500 ml of hexane and vacuum 
dried at 80 °C for 10 hours, to obtain 8.96 g of polyethylene. The polymerization activity was 1 ,790 g/rnmol-Tl • hr, and 
5 the intrinsic viscosity fnj of the polyethylene was 11.7 dl/g. 

Example 164 

To a 200 rrd reactor thoroughly purged with nitrogen, 60 ml of heptane and 40 ml of 1 -hexene were introduced, and 
w they were stirred at 25 °C. Thereafter, 0.25 mmoi of triisobutylaluminum was added, and then a mixed solution of 0.1 
mmol of trusobutylaJuminum, 0.01 mmol of the compound A-1 and 0.012 mmol of triphenylcarbeniurrtetrakis(perrta- 
f luorophenyf)borate was added to initiate polymerization. The reaction was conducted at 25 °C for 1 hour, and then a 
small amount of isobutano) was added to terminate the polymerization. 

The polymer suspension obtained was added little by little to 1 liter of acetone to precipitate a polymer. The polymer 
is was separated from the solvent and vacuum dried at 130 °C for 10 hours, to obtain 3.15 g of polyhexene. The polym- 
erization activity was 315 g/mmol-Tl • hr. The molecular weight (Mw), as measured by GPC, was 1 ,460,000 (in terms of 
polystyrene), and the molecular weight distribution (Mw/Mn) was 2.06. 

Example 165 

20 

To a 500 ml reactor thoroughly purged with nitrogen, 250 rrd of toluene was introduced, and the liquid phase and 
the gas phase were saturated with ethylene at 25 °C. Thereafter, while passing 80 l/hr of butadiene, 1.0 mmol of tri- 
isobutylaluminum was added, and successively 0.01 mmol of the titanium compound A-1 and 0.02 mmol of triphenyl- 
carbeniumtetralos(pentafluorop^ were added to initiate polymerization. The reaction was conducted at 25 

25 °C for 20 minutes, and then a small amount of isobutanol was added to terminate the polymerization. After the polym- 
erization was completed, the reaction product was introduced into a large amount of methanol to precipitate a polymer 
in the whole amount. Then, hydrochloric acid was added, and filtration was effected using a glass filter. The resulting 
polymer was vacuum dried at 80 °C for 10 hours, to obtain 1.481 g of potybutadiene. 

The polymerization activity was 444 g/mmol-Ti • hr, and the molecular weight (Mw) of the copolymer was 1 ,760,000 

30 (in terms of polystyrene). 

Claims 

1. An olefin polymerization catalyst comprising: 

35 

(A) a transition metal compound represented by the following formula (I), and 

(B) at least one compound selected from: 

(B-1) an organometalfic compound, 
40 (B-2) an organoaJuminum oxy-compound, and 

(B-3) a compound which reacts with the transition metal compound (A) to form an ion pair: 
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wherein M is a transition metal atom of Group 3 to Group 1 1 of the periodic table, 
m is an integer of 1 to 6, 

R 1 to R 6 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocarbon 
group, a heterocyclic compound residue, an oxygen-containing group, a nitrogen-containing group, a 
boron-containing group, a sulfur-containing group, a phosphorus-containing group, a silicon-contain- 
ing group, a germanium-containing group or a tin-containing group, and two or more of them may be 
bonded to each other to form a ring, 

when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso 
that the groups R 1 are not bonded to each other, 
n is a number satisfying a valence of M, and 

X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sul- 
fur-containing group, a nitrogervcorrtaining group, a boron-containing group, an aluminum-con- 
taining group, a phosphorus-containing group, a halogen-containing group, a heterocyclic 
compound residue, a silicon-containing group; a germanium-containing g/oup or a tin-containing 
group, and when n is 2 or greater, plural groups X may be the same or different and may be 
bonded to each other to form a ring. 

The olefin polymerization catalyst as claimed in claim 1 , wherein R 6 in the formula (0 is a halogen atom, a hydro- 
carbon group, a heterocyclic compound residue, an oxygen-containing group, a nitrog en-containing group, a boron- 
containing group; a surfur-containing group, a phosphorus-containing group, a silicon-containing group, a germa- 
nium-containing group or a tin-containing group. 

The olefin polymerization catalyst as claimed in claim 1 , wherein the transition metal compound represented by the 
formula (I) is a transition metal compound represented by the following formula (l-a): 




(I-a) 



wherein M is a transition metal atom of Group 3 to Group 11 of the periodic table, 
m is an integer of 1 to 3, 

R 1 to R 6 may be the same or (Afferent, and are each a hydrogen atom, a halogen atom, a hydrocarbon group, 
a heterocyclic compound residue, a hydrocarbon-substituted stlyl group, a hydrocarbon-substituted siloxy 
group; an alkoxy group; an alkytthio group; an arytoxy group, an arytthk) group; an acyl group, an ester group, 
a thioester group, an amido group, an imido group, an amino group, an imino group, a sulfbnester group, a sul- 
fonamide group, a cyano group, a nrtro group; a carboxyl group, a sulfb group, a mercapto group or a hydroxy! 
group, and two or moreof them may be bonded to each other to form a ring, 

when mis 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 
groups R 1 are not bonded to each other, 
n is a number satisfying a valence of M, and 

X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-con- 
taining group, a nrtrogen-contairdng group, a boron-containing group, an aluminum-containing group, a 
phosphonjs^ontaining group, a halogen-containing group, a heterocyclic compound residue, a silicon- 
containing ojoup, a germanrum-containsiig cr/oup or a tin-containing group, and when n is 2 or greater, plu- 
ral groups X may be the same or different and may be bonded to each other to form a ring. 
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The olefin polymerization catalyst as claimed in claim 3, wherein R 6 in the formula (l-a) is a halogen atom, a hydro- 
carbon group, a heterocyclic compound residue, a hydrocarbon-substituted silyl group, a hydrocarbon-substituted 
siloxy group, an alkoxy group, an alkytthio group, an arylaxy group, a arytthio group, an acyt group, an ester group, 
a thioester group, an amido group, an imido group, an amino group, an irrino group, a sutfonester group, a sulfon- 
amtdo group, a cyano group, a nitro group, a carboxyl group, a suffo group, a mercapto group or a hydroxy! group. 

The olefin polymerization catalyst as claimed in claim 1 , wherein the transition metal compound represented by the 
formula (I) is a transition metal compound represented by the following formula (l-a-1): 




(I-a-1) 



wherein M is a transition metal atom of Group 3 to Group 1 1 of the periodic table, 
m is an integer of 1 to 3, 

R 1 to R 6 may be the same or different and are each a hydrogen atom, a halogen atom, a hydrocarbon group, 
a heterocyclic compound residue, a hydrocartx>n-substrtuted silyl group, a hydrocarbon-substituted siloxy 
group; an alkoxy group, an alkytthio group, an aryloxy group, an arytthio group, an acyl group, an ester group, 
a thioester group, an amido group, an imido group, an amino gjotp, an imino group, a sutfonester group, a sul- 
fonamide group, a cyano group, a nitro group or a hydroxyl group, and two or more of them may be bonded to 
each other to form a ring, 

when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 
groups R 1 are not bonded to each other, 
n is a member satisfying a valence of M, and 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated 
hydrocarbon group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group or a 
silicon-containing group, and when n is 2 or greater, plural groups X may be the same or different and may 
be bonded to each other to form a ring. 

The olefin polymerization catalyst as claimed in claim 5, wherein R 6 in the formula (l-a-1) is a halogen atom, a 
hydrocarbon group, a heterocyclic compound residue, a hydrocarbon-substituted silyl group, a hydrocarbon-substi- 
tuted siloxy group, an alkoxy gjoup, an alkytthio group, an aryloxy group, an arytthio group, an acyl group, an ester 
group, a thioester group, an amido group, an imido group, an amino group, an imino group, a sutfonester group, a 
sulfonamide group, a cyano group, a nitro group or a hydroxyl group. 

The olefin polyrnerization catalyst as claimed in claim 1, wherein the transition metal compound represented by the 
formula (Q is a transition metal compound represented by the following formula (l-b): 
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wherein Mis a transition metal atom of Group 3 to Group 11 of the periodic table, 
m is an integer of 1 to 6. 

R 1 to R 6 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocarbon group, 
a hydrocarbon-substituted siiyl group, an alkoxy group, an arybxy group, an ester group, an amido group, an 
amino group, a suHbnarrddo group, a cyano group or a nitro group, and two or more of them may be bonded to 
each other to form a ring, and 

when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 
groups R 1 are not bonded to each other. 

8. The olefin polymerization catalyst as claimed in claim 5, wherein R 6 in the formula (l-b) is a halogen atom, a hydro- 
carbon cyoup a hydrocarbon-substituted silyt group, an alkoxy group, an aryloxy group, an ester group, an amido 
group, an amino group, a surfonarrrido group, a cyano group or a nitro group. 

9. The olefin polymerization catalyst as claimed in any one of claims 1 to 8, wherein M in the transition metal com- 
pound (A) is at least one transition metal atom selected from Groups 3 to 5 and Group 9 of the periodic table. 

1 0. The olefin polymerization catalyst as claimed in any one of claims 1 to 6, further comprising a carrier (C) in addition 
to the transition metal compound (A) and at least one compound (B) selected from the organometallic compound 
(B-1), the organoaluminum oxy-compound (B-2) and the compound (B-3) which reacts with the transition metal 
compound (A) to form an ion pair. 

11. A process for olefin polymerization: comprising polymerizing or copolyrnerizing an olefin in the presence of the ole- 
fin polymerization catalyst as claimed in any one of claims 1 to 1 0. 

12. An olefin polymerization catalyst comprising: 

(A*) a transition metal compound represented by the following formula (II), and 
(B) at least one compound selected from: 

(B-1) an organometallic compound, 

(B-2) an organoaluminum oxy-compound, and 

(B-3) a compound which reacts with the transition metal compound (A 1 ) to form an ion pair: 
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(ID 



wherein M is a transition metal atom of Group 3 to Group 11 of the periodic table, 
R 1 to R 10 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocar- 
bon group, a heterocyclic compound residue, an oxygen-containing group, a nitrogen-containing 
group, a boron-containing group, a sulfur-containing group, a phosphorus-containing group, a silicon- 
containing group, a germanium-containing group or a tin-containing group, and two or more of them 
may be bonded to each other to form a ring, 
n is a number satisfying a valence of M, 

X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a suffur- 
containing group, a nitrogen-containing group, a boron-containing group, an aluminum-containing 
group, a phosphorus-containing group, a halogen-containing group, a heterocyclic compound residue, 
a silicon-containing group, a germanium-containing group or a tin-containing group, and when n is 2 
or greater, plural groups X may be the same or different and may be bonded to each other to form a 
ring, and 

Y is a divalent bonding group containing at least one element selected from the group consisting of 
oxygen, sulfur, carbon, nitrogen, phosphorus, silicon, selenium, tin and boron, and when it is a hydro- 
carbon group, the hydrocarbon group has 3 or more carbon atoms. 



1 3. The olefin polymerization catalyst as claimed in claim 12, wherein at least one of R 6 and R 10 in the formula (II) is a 
halogen atom, a hydrocarbon group, a heterocyclic compound residue, an oxygen-containing group, a nitrogen- 
containing group, a boron-containing group, a sulfur-containing group, a phosphorus-containing group, a silicon- 
containing group, a germanium-containing group or a tin-containing group. 

14. The olefin rx)lymeiization catalyst as claimed in claim 12, wherein the transition metal compound represented by 
the formula (II) is a transition metal compound represented by the following formula (ll-a): 



wherein M is a transition metal atom of Group 3 to Group 11 of the periorJc table, 

R 1 to R 10 may be the same or different, and are each a hydrogen atom, a halogen atom, a hydrocarbon group, 
a hydrocarbon-substituted sOyl group, an alkoxy group, an arytoxy group, an ester group, an amido group, an 
amino group, a surfonanricto cpoup, a cyano group or a rtrtro group, and two or more of them may be bonded to 
each other to form a ring. 




(II-a) 
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n is a number satisfying a valence of M, 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, an oxygen-containing 
group, a suHur-corrtaining group or a stlicon-conlaining group, and when n is 2 or greater, plural groups may be 
the same a different and may be bonded to each other to form a ring, and 

Y is a divalent bonding group containing at least one element selected from the group consisting of oxygen, 
sulfur, carbon, nitrogen, phosphorus, silicon, selenium, tin and boron, and when it is a hydrocarbon group, the 
hydrocarbon group has 3 or more carbon atoms. 

1 5. The olefin polymerization catalyst as claimed in claim 1 4. wherein at least one of R 6 and R 10 in the formula (ll-a) is 
a halogen atom, a hydrocarbon group, a hydrocarbon-substituted sityl group, an alkoxy group, an arylaxy group, an 
ester group, an amido group, an amino group, a sulfbnamido group, a cyano group or a nrtro group. 

16. The olefin polymerization catalyst as claimed in any one of claims 12 to 15, wherein M in the transition metal com- 
pound (A*) is a transition metal atom of Group 4 or Group 5 of the periodic tabla 

17. The olefin polymerization catalyst as claimed in any one of claims 12 to 16, further comprising a carrier (C) in addi- 
tion to the transition metal compound (A*) and at least one compound (B) selected from the organometallic com- 
pound (B-1), the organoaluminum oxy-compound (B-2) and the compound (B-3) which reacts with the transition 
metal compound (A*) to form an ion pair. 

18. A process for olefin polymerization, comprising polymerizing or copolymerizing an olefin in the presence of the ole- 
fin polymerization catalyst as claimed in any one of claims 12 to 17. 

19. A transition metal compound represented by the following formula (ill): 




wherein M is a transition metal atom of Group 4 or Group 5 of the periodic table, 
m is an integer of 1 to 3, 

R 1 is a hydrocarbon group, a hycfrocartxxvsubstrtuted silyi group, a hydrocarbon-substituted sibxy group, an 
alkoxy group, an alkytthio group, an arylaxy group, an arytthfo group, an ester group, a thioester group, a sul- 
fon ester group or a hydroxy! group, 

R 2 to R 5 may be the same or different and are each a hydrogen atom, a halogen atom, a hydrocarbon group, 
a heterocyclic compound residue, a hydrocarbon-substituted silyi group, a hydrocarbon-substituted sfloxy 
group, an alkoxy group, an alkytthio group, an arylaxy group, an arytthio group, an ester group, a thioester 
group, an amido group, an imido group, an amino group, an imino group, a suffonester group, a sulfbnamido 
group, a cyano cpoup, a nrtro group, a carboxyl group, a sulfo group, a mercapto group or a hydroxy! group, 
R 6 is a halogen atom, a hydrocarbon group, a hydrocarbon-substituted silyi group, a hydrocarbon-substituted 
sitoxy group, an alkoxy group, an alkytthio group, an arytoxy group, an arylthio group, an ester group, a 
thioester group, an amido group, an imido group, an imino group, a sulfonester group, a sulfbnamido group or 
a cyano group, 

two or more of R 1 to R 6 may be bonded to each other to form a ring, 
when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 
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groupG R 1 are not bonded to each other, 
n is a number satisfying a valence of M, and 

X is a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing group, a nitro- 
gen-containing group, a boron-containing group, an aluminurrhcontaining group, a phosphorus-containing 
group, a halogen-containing group, a heterocyclic compound residue, a silicon-containing group, a germa- 
nium-containing group or a tin-containing group, and when n is 2 or greater, plural groups X may be the 
same or different and may be bonded to each other to form a ring. 

20. The transition metal compound as claimed in claim 19, which is represented by the following formula (lll-a): 




(III-a) 



wherein M is a transition metal atom of Group 4 or Group 5 of the periodic table, 
m is an integer of 1 to 3, 

R 1 to R 5 may be the same or different and are each a hydrocarbon group, an alkoxy group or a hydrocarbon- 
substituted silyl group, 

R 6 isa halogen atom, a hydrocarbon group, a hydrocarbon-substituted silyl group, an alkoxy group, an alkytthio 
group or a cyano c/oup, 

two or more of R 1 to R 6 may be bonded to each other to form a ring, 

when m is 2 or greater, two of the groups R 1 to R 6 may be bonded to each other, with the proviso that the 
groups R 1 are not bonded to each other, 
n is a number satisfying a valence of M, and 

X is a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing group, a nitro- 
gen-containing group, a halogen-containing group or a silicon-containing group, and when n is 2 or 
greater, plural groups X may be the same or different and may be bonded to each other to form a ring. 

21. The transition metal compound as claimed in claim 20, wherein m is 2. 

22. An olefin pofymerization catalyst comprising: 

(A") a transition metal compound as claimed in any one of claims 1 9 to 21 , and 
(B) at least one compound selected from: 

(B-1) an organometallic compound, 

(B-2) an organoalurninum oxy-compound, and 

(B-3) a compound which reacts with the transition metal compound (A) to form an ion pair. 

23. The olefin rx>tymerization catalyst as claimed in claim 22, further comprising a carrier (C) in addition to the transi- 
tion metal compound (A**) and at least one compound (B) selected from the organometallic compound (B-1), the 
Ctfganoatuminum oxy-compound (B-2) and the compound (B-3) which reacts with the transition metal compound 
(A") to form an ion pair. 

24. A process for olefin rjolyrrterization, comprising polymerizing or copolymerizing an olefin in th presence of the ole- 
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fin polymerization catalyst as claimed in claim 22 to 23. 

25. An a-olef in/conjugated dtene copolymer having a molecular weight distrfcution (Mw/Mn) of not more than 3.5. a 
content of constituerrt units derived from an a-olefin in the range of 1 to 99.9 % by mol and a content of constituent 

5 units derived from a conjugated diene in the range of 99 to 0.1 % by md. in which the polymer chain contains 1.2- 
cycloperttane skeleton derived from the conjugated diene in an amount of not more than 1 % by mol. 

26. The a-olef in/conjugated diene copolymer as claimed in claim 25, wherein the polymer chain does not substantially 
contain the 1 ,2-cyclopentane skeleton derived from the conjugated diene. 

10 

27. The a-olefin/conjugated diene copolymer as claimed in claim 25 or claim 26, wherein the content of the constituent 
units derived from the a-olef in is in the range of 50 to 99.9 % by mol and the content of the constituent units derived 
from the conjugated diene is in the range of 50 to 0.1 % by mol. 

is 28. The a-olefin/conjugated dene copolymer as claimed in any one of claims 25 to 27, wherein the a-olefin is ethylene 
and/or propylene and the conjugated diene is butadiene and/or isoprene. 
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Fig.1 



(A) Transition metal compound 




M transition metal atom of Groups 3-11 

R 1 - R 6 :H, hydrocarbon group, etc. 
m:1-6 

n :Number satisfying valence of M 
X :Hal, hydrocarbon group, etc. 



(B) 



Organometaliic compound 



> 



Olefin 



c 



Organoaluminium oxy-compound 



> 



(Compound reacting with transition A 
metal compound to form ion pair / 
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Fig.2 

(A) Transition metal compound 
R )=N.. ,N=< R 7 

R 5 R 6 R 10 R 9 

M : Transition metal atom of Groups 3-11 
R 1 - R 10 :Hal, hydrocarbon group, etc. 
n : Number satisfying valence of M 
X: Hal, etc. 

Y : Hydrocarbon group of C 3 or more, eta 

(B) 

^Organometallic compound^ 

^ Organoaluminium oxy-compound ^ 

(Compound reacting with transition A 
metal compound to form ion pair J 



Olefin 
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